(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT) 



(19) World Intellectual Property Organization 

Imcrnaiional Bureau 

(43) International Publication Date 
22 November 2001 (22.11.2001) 




PCT 



(10) International Publication Number 

WO 01/87993 A2 



(51) International Patent Classification 7 : C08F 8/00 

(21) International Application Number: PCT/US01/15270 

(22) International Filing Date: 10 May 2001 (10.05.2001 ) 

(25) Filing Language: English 

(26) Publication Language: English 



(30) Priority Data: 

09/570.578 



1 2 May 2000 ( 1 2.05 .2000) US 



(63) Related by continuation (CON) or continuation-in-part 
(CIP) to earlier application: 

US 09/570,578 (CON) 

Filed on 12 May 2000 (12.05.2000) 

(71) Applicant (for all designated States except US): BRIDGE- 
STONE CORPORATION [JP/JP]; 10-1, Kyobashi 
1-chome, Chuo-ku, Tokyo 104 (JP). 

(72) Inventors; and 

(75) Inventors/Applicants (for US only): HOGAN, Terrence, 



E. IUSAJSI, Apartment 369, 2200 High Street. Cuyahoga 
Falls, OH 44221 (US). HERGENROTHER, William, L. 
f US/US |; 195 Dorchester Road, Akron, OH 44313 (US). 
HALL, James, E. f US/US1; 1929 Portage Line Road. Mo- 
gadon:, OH 44260 (US). 

(74) Agents: HORNICKEL, John, H.etal.; Bridgestone/Fire- 
sione, Inc., 1200 Firestone Parkway, Akron, OH 44317- 
0001 (US). 

(81) Designated States (national): CA, JP, US. 

(84) Designated States (regional): European patent (AT, BE, 
CH, CY, DE, DK, ES, FI, FR, GB, GR, IE, IT, LU, MC, 
NL, PT, SE, TR). 

Published: 

— without international search report and to be republished 
upon receipt of that report 

For two-letter codes and other abbreviations, refer to the "Guid- 
ance Notes on Codes and Abbreviations" appearing at the begin- 
ning of each regular issue of the PCT Gazette. 



< 

ON 
ON 

r- 

QC 



O 



(54) Title: CHAIN -COUPLED POLYMERIC ALKOXIDE COMPOUNDS HAVING CONTROLLED VISCOSITY 

(57) Abstract: The invention provides chain-coupled polymeric alkoxide compounds for use as the elastomeric component in vul- 
canizablc elastomeric compositions comprising silica, carbon black or mixtures thereof. In particular, the invention provides anion- 
ically polymerized polymers having polymer chain living ends that are functionalized with alkoxide groups and coupled together 
by a metal or nonmetal atom. The polymeric alkoxide compounds have an initial high viscosity for ease of handling prior to com- 
pounding, a stable viscosity during storage, and a decreased compound viscosity for better filler dispersion and improved mixing 
efficiency. The invention further provides a pneumatic tire having at least one component produced from the vulcanizable elastomeric 
composition of the invention. 
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CHAIN-COUPLED POLYMERIC ALKOXIDE COMPOUNDS 
HAVING CONTROLLED VISCOSITY 

FIELD OF THE INVENTION 

More particularly, the invention relates to stabilization of the viscosity of the 
polymers when exposed to moisture during desolventization and ambient storage 
conditions 

BACKGROUND OF THE INVENTION 

When producing polymers for use in rubber articles, such as tires, 
power belts, and the like, it is desirable that these polymers are easily processable 
during compounding and have a high molecular weight with a controlled molecular 
weight distribution, glass transition temperature (T g ) and vinyl content. It is also 
desirable that reinforcing fillers, such as silica and/or carbon black, be well 
dispersed throughout the rubber in order to improve various physical properties. 
Good dispersion of carbon black may be achieved, for example, by end-capping 
polydienes by reacting a living end of the polymer with an end-capping agent, or 
by utilizing functionalized anionic polymerization initiators such as lithium-based 
amine or amide initiators that incorporate a functional group onto one or both ends 
of the polymer chain. Rubber articles produced from vulcanized elastomers 
exhibiting these characteristics, will have reduced hysteresis resulting in an 
increase in rebound, a decrease in rolling resistance and less heat build-up when 
mechanical stresses are applied. These properties, in turn, result in lowered fuel 
consumption for vehicles using such tires. 

With the increasing use of silica as a reinforcing filler for rubber, 
filler dispersion in rubber stocks has become a major concern. Because polar 
silanol groups on the surface of silica particles tend to self-associate, 
reagglomeration of silica particles occurs after compounding, leading to poor silica 
dispersion, a high compound viscosity and a shorter scorch time. 

Although some approaches to control of the Mooney viscosity of 
polymers having a hydrolyzable substituent have been shown to be successful, the 
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need continues for alternative methods for controlling the rate of increase of 
Mooney viscosity of polymers prior to compounding, and also to provide a 
desirable lower viscosity during and after compounding for processability and 
adequate dispersion of the reinforcing fillers, especially silica. 

SUMMARY OF THE INVENTION 

The invention provides chain-coupled polymeric alkoxide 
compounds for use as high molecular weight polymers in vulcanizable elastomeric 
compositions comprising silica, carbon black, or mixtures of silica and carbon 
black as reinforcing fillers. The polymeric compounds of the invention are 
especially useful because of their processability when used in rubber making, i.e., 
they have an initial high molecular weight (high viscosity) at synthesis for ease of 
handling prior to compounding, and they are extremely resistant to any increase in 
viscosity due to the presence of moisture during desolventization or storage prior 
to compounding. During compounding, the viscosity of the polymers decreases 
as polymer chains become decoupled, to provide a reduced viscosity and improved 
interaction with the reinforcing filler for better filler dispersion. Moreover, the 
viscosity of the resulting compound provides for good processability during 
extrusion or molding of the compound at the tire plant. 

In particular, the polymeric alkoxide compounds of the invention 
have the formula 

(PA0) n M +z F 2 . n 

where P is a polymer chain; AO is an alkoxide group; P' is another polymer chain 
P or is an "R" group selected from the group consisting of alkyl groups having one 
to about 30 carbon atoms, aromatic groups having about 6 to about 20 carbon 
atoms, and cycloalkyl groups having about 5 to about 20 carbon atoms; M is a 
metal atom or a nonmetal atom, having an oxidation state "z" of greater than one, 
wherein the nonmetal atom is selected from the group consisting of atoms of 
phosphorus, boron, nitrogen and sulfur; and n is an integer having a value of from 
1 to z. Preferably the metal atom is selected from the group consisting of atoms 
of silicon, tin, titanium aluminum, arsenic, copper, calcium and zinc. For purposes 
of simplicity, silicon is considered herein to be a metal; however, one skilled in the 
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art will understand that a silicon atom may act as either a metal or a nonmetal atom 
in the invention compounds. 

The polymeric alkoxide compounds are produced by the process of 
reacting the living end of a polymer chain prepared by anionic polymerization 
with a monoalkyl metal initiator, after solution polymerization but while still in the 
presence of an inert solvent, with an alkoxide precursor compound selected from 
the group consisting of alkylene oxides and carbonyl compounds, and, 
subsequently, reacting the polymer chain with a coupling agent having the formula 

M + *X z . m R m 

where M +z and R are the same as above, X is a halide, (z - m) represents an integer 
having a value of at least 2, and m is an integer having a value of zero to (z - 2). 

In one embodiment of the invention, the polymer chain having the 
living end is selected from the group consisting of homopolymers, copolymers and 
terpolymers of alkylene oxide monomers. For example, the monomers include, 
but are not limited to, ethylene oxide, propylene oxide, styrene oxide, cyclohexene 
oxide, cyclopentene oxide, and the like. In this embodiment of the invention, the 
step of reacting the living end of the polymer chain with an alkoxide precursor 
compound, prior to the reacting the polymer chain with the coupling agent, is 
omitted. 

In another embodiment of the invention, the polymer chain having 
the living end is selected from the group consisting of homopolymers of 
conjugated diene monomers, and copolymers and terpolymers of the conjugated 
diene monomers with monovinyl aromatic monomers and trienes. Preferably, the 
polymer chain is selected from the group consisting of polyisoprene, polystyrene, 
polybutadiene, butadiene-isoprene copolymer, butadiene-isoprene-styrene 
terpolymer, isoprene-styrene copolymer, and styrene-butadiene copolymer. In 
another embodiment of the invention, one or more of these polymers are employed 
as the elastomeric component in a sulfur-vulcanizable elastomeric composition 
including a reinforcing filler selected from the group consisting of silica, carbon 
black, and mixtures thereof, and a cure agent. The invention further provides a 
pneumatic tire having at least one component produced from the vulcanizable 
elastomeric composition. 
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The polymeric alkoxide compound of the invention has an initial 
viscosity and, preferably, the viscosity of the compound does not increase above 
the initial viscosity by more than about 50%, more preferably not more than about 
25%, and especially not more than about 1 0%, over a time period in storage of up 
to about two years, in ambient environmental conditions which may include hot, 
humid conditions. 

The invention further provides a method for improving the mixing 
efficiency during compounding of an elastomer with a reinforcing filler, 
comprising the steps of providing a polymeric alkoxide compound having the 
formula described above; mixing the polymer in a mixer with a reinforcing filler 
selected from the group consisting of silica, carbon black, and mixtures thereof; 
providing a source of moisture; heating the mixture to a temperature of about 60°C 
to about 200°C; wherein during the mixing step up to "n" O-M groups are 
hydrolyzed in the presence of the moisture and heat resulting in uncoupling of up 
to "n" polymer chains and a decrease in the viscosity of the mixture. Preferably, 
P' is also a P polymer chain and, during the mixing step, up to "z - n" polymer 
chain carbon-M group bonds may be cleaved, resulting in a further decrease in the 
viscosity of the mixture. For example, cleavage of polymer carbon-M group bonds 
is known under these conditions when the M group is tin, lead, mercury or 
cadmium. 

Due to hydrolysis of the O-M groups, accompanied or 
unaccompanied by cleavage of polymer chain carbon-M groups, a vulcanizable 
elastomeric compound comprising the invention polymeric alkoxide compound has 
a viscosity that is reduced compared with the viscosity of an equivalent 
vulcanizable elastomeric compound comprising the same polymer, /. e., having the 
same monomer units, an equivalent molecular weight and initial degree of 
coupling, that does not contain either a hydrolyzable O-M group or a cleavable 
carbon-M group. 



DETAILED DESCRIPTION OF THE INVENTION 
The invention relates to polymeric alkoxide compounds having the formula: 

(PA0) n M + *P' 2 . n 
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where P is a polymer chain; AO is an alkoxide group; P' is another polymer chain 
P or is an "R" group selected from the group consisting of alkyl groups having one 
to about 30 carbon atoms, aromatic groups having about 6 to about 20 carbon 
atoms, and cycloalkyl groups having about 5 to about 20 carbon atoms; M is a 
metal atom or a nonmetal atom, having an oxidation state "z" of greater than one, 
wherein the nonmetal atom is selected from the group consisting of atoms of 
phosphorus, boron, nitrogen and sulfur; and n is an integer having a value of from 
1 to z. Preferably, the metal atom is selected from the group consisting of atoms 
of silicon, tin, titanium, aluminum, arsenic, copper, calcium and zinc. Less 
preferably, however, the metal atom may also be selected from the group 
consisting of lead, mercury and cadmium, as discussed further below. The 
oxidation state of the metal or nonmetal atom (z) may range from 2 to 6, but 
preferably ranges from 4 to 6. 

The polymer chain P of the polymeric alkoxide compound is 
preferably produced by solution anionic polymerization of monomers in the 
presence of a monoalkyl metal polymerization initiator in an inert, anhydrous, 
aprotic solvent. Each polymer chain so produced has a single living end 
terminated with the metal atom from the initiator. When polymerization is 
complete, but while the polymer is still in the presence of the inert solvent, the 
living end of the polymer is first reacted with an alkoxide precursor compound, 
selected from the group consisting of alkylene oxides and carbonyl compounds 
having the formulas described below. While still in the inert solvent, the alkoxide- 
terminated polymer chains are subsequently coupled together by a reaction with 
a coupling agent containing a metal or nonmetal atom having the formula 

M +z X z . m R m 

where M +z and R are the same as above, X is a halide; (z - m) represents an integer 
having a value of at least 2, and m is zero or an integer having a value of 1 to (z - 
2). 

Any anionically polymerizable monomers may be employed to form 
homopolymer, copolymer or terpolymer chains (P) of the invention polymeric 
alkoxide compounds. For example, in one embodiment of the invention, alkylene 
oxide monomers such as ethylene oxide, propylene oxide, styrene oxide, 
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cyclohexene oxide, cyclopentene oxide, and the like, may be anionically 
polymerized to form polyethylene oxide, polypropylene oxide, polystyrene oxide, 
polycyclohexene oxide or polycyclopentene homopolymers, or copolymers or 
terpolymers comprising the monomers. As described further below, because these 
polymers already contain an alkylene oxide group at the living end, the step in the 
process wherein the living end of the polymer chain is reacted with an alkoxide 
precursor compound, prior to the reacting the polymer chain with the coupling 
agent, is omitted. That is, in this embodiment of the mvention, the living end of 
the polymer chain is directly reacted with the coupling agent. 

In another embodiment of the invention, conjugated diene 
monomers, monovinyl aromatic monomers, triene monomers, and the like, may be 
anionically polymerized to form homopolymers of conjugated diene monomers, and 
copolymers or terpolymers of the conjugated diene monomers with monovinyl 
aromatic monomers and trienes. Thus, the elastomeric products may include diene 
homopolymers from monomer A and copolymers thereof with monovinyl aromatic 
monomers B. Exemplary diene homopolymers are those prepared from diolefin 
monomers having from 4 to about 12 carbon atoms. Exemplary vinyl aromatic 
copolymers are those prepared from monomers having from 8 to about 20 carbon 
atoms. Copolymers can comprise from about 99 to 1 0 percent by weight of diene 
units and from about 1 to about 90 percent by weight of monovinyl aromatic or 
triene units, totaling 100 percent. The polymers, copolymers and terpolymers of the 
present invention may have 1,2-microstructure contents ranging from about 10 to 
about 80 percent, with the preferred polymers, copolymers or terpolymers having 
1,2-microstructure contents of from about 25 to 65 percent, based upon the diene 
content. The elastomeric copolymers are preferably random copolymers which 
result from simultaneous copolymerization of the monomers A and B with 
randomizing agents, as is known in the art. Block copolymers, poly (b-B-b-A-b-B), 
result from the sequential polymerization of the monomers forming the A and B 
blocks, as is known in the art. Often, such block copolymers which include poly (b- 
styrene-Z>-butadiene-Z?-styrene), are thermoplastic elastomers, sometimes referred 
to as S-B-S polymers. 
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Preferred polymers as the polymeric component of the invention 
polymeric alkoxide compound for use in a vulcanizable elastomeric composition 
include polyisoprene, polystyrene, polybutadiene, butadiene-isoprene copolymer, 
butadiene-isoprene-styrene terpolymer, isoprene-styrene copolymer, and styrene- 
butadiene copolymer. 

Monoalkyl metal anionic polymerization initiators for use in 
polymerizing the anionically polymerizable monomers include, but are not limited 
to, organo-sodium, organo-potassium, and organo-lithium initiators. As an example 
of such initiators, organo-lithium compounds useful in the polymerization of 1,3- 
diene monomers are hydrocarbyl lithium compounds having the formula RLi, 
where R represents a hydrocarbyl group containing from one to about 20 carbon 
atoms, and preferably from about 2 to about 8 carbon atoms. Although the 
hydrocarbyl group is preferably an aliphatic group, the hydrocarbyl group can also 
be cycloaliphatic or aromatic. The aliphatic group may be a primary, secondary, or 
tertiary group, although the primary and secondary groups are preferred. Examples 
of aliphatic hydrocarbyl groups include methyl, ethyl, n-propyl, isopropyl, w-butyl, 
sec-butyl, r-butyl, m-amyl, sec-amyl, n-hexyl, sec-hexyl, n-heptyl, n-octyl, w-nonyl, 
n-dodecyl, and octadecyl. The aliphatic group can contain some unsaturation, such 
as allyl, 2-butenyl, and the like. Cycloalkyl groups are exemplified by cyclohexyl, 
methylcyclohexyl, ethylcyclohexyl, cycloheptyl, cyclopentylmethyl, and 
methylcyclopentylethyl. Examples of aromatic hydrocarbyl groups include phenyl, 
tolyl, phenylethyl, benzyl, naphthyl, phenyl cyclohexyl, and the like. 

Specific examples of organo-lithium compounds which are useful 
as anionic initiators in the polymerization of the monomers listed above, especially 
conjugated dienes, in accordance with the process of the present invention include, 
but are not limited to, w-butyl lithium, w-propyl lithium, isobutyl lithium, tertiary 
butyl lithium, amyl-lithium, cyclohexyl lithium, and the like, and especially tributyl 
tin lithium as disclosed in our co-owned U.S. Patent No. 5,268,439. Other suitable 
organo-lithium compounds for use as anionic initiators are well known to those 
skilled in the art. Mixtures of different lithium initiator compounds also can be 
employed. The preferred organo-lithium initiator is n-butyl lithium, and "in situ" 
produced lithium hexamethyleneimide initiator prepared by reacting 
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hexamethylene-imine and n-butyl lithium, as disclosed in our co-owned U.S. Patent 
No. 5,496,940. 

The amount of initiator required to effect the desired polymerization 
can be varied over a wide range depending upon a number of factors, such as the 
desired polymer molecular weight, the desired 1,2- and 1,4-content of the 
polydiene, and the desired physical properties for the polymer produced. In general , 
the amount of initiator utilized can vary from as little as 0.2 millimoles of lithium 
per 100 grams of monomers up to about 100 millimoles of lithium per 100 grams 
of monomers, depending upon the desired polymer molecular weight. In particular, 
for rubber applications, the desired number average molecular weight of the 
polymer prior to coupling is about 80,000 to 150,000, and after coupling is about 
100,000 to about 500,000. 

Polymerization is usually conducted in a conventional inert, 
anhydrous, aprotic solvent for anionic polymerizations, such as hexane, 
cyclohexane, benzene, and the like. Various techniques for polymerization, such 
as semi-batch and continuous polymerization may be employed. In order to 
promote randomization in copolymerization and to increase vinyl content, a polar 
coordinator may optionally be added to the polymerization ingredients. Amounts 
range between about 0.1 to about 90 or more equivalents per equivalent of initiator 
metal (e.g., lithium, sodium or potassium). The amount depends upon the type of 
polar coordinator that is employed, the amount of vinyl desired, the level of styrene, 
if employed, and the temperature of the polymerizations, as well as the selected 
initiator. 

Compounds useful as polar coordinators are organic and include 
tetrahydrofuran, linear and cyclic oligomeric oxolanyl alkanes such as 2-2'- 
di(tetrahydrofuryl) propane, di-piperidyl ethane, hexamethylphosphoramide,N-N'- 
dimethylpiperazine, diazabicyclooctane, dimethyl ether, diethyl ether, 
tributylamine, and the like. The linear and cyclic oligomeric oxolanyl alkane polar 
coordinators are described in U.S. Patent No. 4,429,091 . Other compounds useful 
as polar coordinators include those having an oxygen or nitrogen hetero-atom and 
anon-bonded pair of electrons. Examples include dialkyl ethers of mono and oligo 
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alkylene glycols; "crown" ethers; and tertiary amines, such as tetramethylethylene 
diamine (TMEDA). 

Polymerization is begun by charging a blend of the monomer(s) and 
solvent to a suitable reaction vessel, followed by the addition of the polar 
coordinator and the initiator previously described. The procedure is carried out 
under anhydrous, anaerobic conditions. Often, it is conducted under a dry, inert gas 
atmosphere. The polymerization can be carried out at any convenient temperature, 
such as about 0°C to about 150°C. For batch polymerizations, it is preferred to 
maintain the peak temperature at from about 45°C to about 150°C, and more 
preferably from about 60°C to about 100°C. Polymerization is allowed to continue 
under agitation for about 0.15 to 24 hours. After polymerization is complete, the 
living end of the polymer chain is reacted with an alkoxide precursor compound 
(that is, if the polymer chain is not already terminated with an alkylene oxide group 
derived from polymerization of alkylene oxide monomers), followed by coupling 
of the polymer chains by the metal halide coupling agent, as described in greater 
detail herein below. The molar ratio of polymer to alkoxide precursor determines 
the number of polymer chains that are reacted with the alkoxide precursor 
compound. For example, an organo-lithium initiator, such as w-butyl lithium, may 
be used to polymerize a polymer (P) having an Li + living end that is reacted with 
an alkoxide precursor (A) to produce P-AO"Li + polymer chains. The addition of 
0.75 moles of the alkoxide precursor compound to 1 .0 moles of polymer results in 
a mixture containing 0.75 moles P-AO"Li + chains and 0.25 moles P'Li + chains. 
Similarly, the addition of 0.5 moles of the alkoxide precursor compound to 1.0 
moles of polymer results in a mixture containing 0.5 moles of P-AO"Li + chains and 
0.5 moles of P;Li + chains; a molar ratio of 1 .0 moles alkoxide precursor to 1 .0 mole 
of polymer results in virtually all P-AO"Li + chains; and a molar ratio of 0.25 moles 
alkoxide precursor to 1 .0 moles of polymer results in a mixture containing 0.25 
moles P-AO'Li + chains and 0.75 moles P"Li + chains. 

The metal halide coupling agent reacts with the alkoxide-modified 
living end of the polymer chains to produce coupled polymer chains such as those 
having the formulas: (P-AO) z -M z ; (PAO) z ., - M z -P' ; (PAO) z . 2 - M z -P* 2 ; and 
the like, when m is zero. Moreover, when m is not zero, up to (z - 2) R groups may 
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be coupled to the metal or nonmetal atom, in addition to two or more polymer P' or 
PAO chains. 

The alkylene oxide precursor terminating agent is added to the 
reaction vessel and the vessel is agitated for about 0.1 to about 4.0 hours. The 
coupling agent is then added to the vessel, and agitation continues for a further 
about 0.1 to about 4 hours. For purposes of comparison with the invention 
polymeric alkoxide compounds in examples described below, other comparative 
polymers may be terminated by a different quenching agent, an endcapping agent, 
or a coupling agent, as is known to those skilled in the art. Whatever terminating 
agent is employed, it is added to the reaction vessel after polymerization is 
complete, and the vessel is agitated for about 0. 1 to about 4.0 hours. Quenching is 
usually conducted by stirring the polymer and quenching agent for about 0.01 hours 
to about 1.0 hour at temperatures of from about 20°C to about 120°C to ensure a 
complete reaction. The polymers of the invention are subsequently quenched with 
an alcohol or other quenching agent. 

Lastly, the solvent is removed from the polymer by conventional 
techniques such as drum drying, extruder drying, vacuum drying or the like, which 
may be combined with coagulation with heated water, alcohol or steam. If 
coagulation with heated water or steam is used, oven drying may be desirable. As 
discussed above, in commercial operations, desolventization is most frequently 
achieved by the use of heated water or steam. 

Various techniques known in the art for carrying out polymerizations 
may be used to form the polymeric alkoxide compounds of the invention without 
departing from the scope of the present invention. 

According to the process described above, in one embodiment of the 
invention, the alkoxide precursor reacted with the living end of the polymer chain 
is an alkylene oxide having the formula 

O 

/ \ 

IV (J - <p - R, 

R 3 R 2 
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where R,, R 2 , R 3 and R 4 are the same or different from each other, and are 
independently selected from the group consisting of hydrogen atoms, alkyls having 
one to about 30 carbon atoms, aromatics having about 6 to about 20 carbon atoms, 
and cycloalkyls having about 5 to about 20 carbon atoms. Preferably, the alkylene 
oxide is selected from the group consisting of ethylene oxide, propylene oxide, 
cyclohexene oxide, cyclopentene oxide and styrene oxide. 

In another embodiment of the invention, the alkoxide precursor is 
a carbonyl compound having the formula 
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D- C-E 

wherein D and E are the same or different from each other, and wherein D and E 
may be bonded to each other to form a cyclic compound, and wherein D and E are 

1 5 independently selected from the group consisting of alkyls having one to about 30 

carbon atoms, aromatics having about 6 to about 20 carbon atoms, dialkyl amino- 
substituted aromatics wherein each alkyl group has about one to about 30 carbon 
atoms, cycloalkyls having about 5 to about 20 carbon atoms, and dialkyl amino 
compounds wherein each alkyl group has about one to about 30 carbon atoms. 

20 Preferably, the carbonyl compound is selected from the group consisting of 

tetramethyldiamino-benzophenone, 1 ,3-dimethyl-2-imidazolidinone, 1 -alkyl 
substituted pyrrolidinones, 1-aryl substituted pyrrolidinones, and mixtures thereof. 

The metal halide coupling agent having the formula M +z X z . m R m is 
preferably selected from the group consisting of silicon tetrachloride, 

25 alkyltrichlorosilane, dialkyldichlorosilane, silicon tetrabromide, 

alkyltribromosilane, dialkyldibromosilane, tin tetrachloride, alkyl tin trichloride, 
dialkyl tin dichloride, tin tetrabromide, alkyl tin tribromide, dialkyl tin dibromide, 
titanium tetrachloride, alkyl titanium trichloride, dialkyl titanium dichloride, 
titanium tetrabromide, alkyl titanium tribromide, dialkyl titanium dibromide, 

30 aluminum trichloride, alkyl aluminum dichloride, aluminum tribromide, alkyl 

aluminum dibromide, arsenic trichloride, alkyl arsenic dichloride, arsenic 
tribromide, alkyl arsenic dibromide, boron trichloride, alkyl boron dichloride, boron 
tribromide, alkyl boron dibromide, nitrogen trichloride, alkyl nitrogen dichloride, 
nitrogen tribromide, alkyl nitrogen dibromide, phosphorus trichloride, alkyl 

3 5 phosphorus dichloride, phosphorus tribromide, alkyl phosphorus dibromide, copper 
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dichloride, copper dibromide, calcium dichloride, calcium dibromide, zinc 
dichloride, zinc dibromide, sulfur dichloride, and mixtures thereof. 

It is preferred that the polymers according to the present invention 
have at least about 20 percent chain coupling. That is, about 20 percent of the 
polymer mass after coupling is of higher molecular weight than the polymer before 
coupling as measured, for example, by gel permeation chromatography. Preferably, 
before coupling, the polydispersity (the ratio of the weight average molecular 
weight to the number average molecular weight) of the polymers can be controlled 
over a wide range, from 1 to about 20, preferably 1 to about 5, and more preferably 
1 to about 2. It is recognized that the polymers according to the present invention 
may contain from about 10 to about 80 percent by weight of coupled polymer 
containing polymer carbon-M bonds, and correspondingly from about 90 to about 
20 percent by weight of polymer containing polymerAO-M bonds, where the AO 
groups are derived from the reaction of the metal halide coupling agent with the 
alkoxide -modified chain ends. However, the preferred compositions contain at least 
two polymer AO-M bonds, and preferably contain three or more AO-M bonds, /. e., 
the preferred polymers of the invention have the formula (PAO) z0 M z - P' and 
(PAO) z M 2 . 

As is known in the art, the polymeric alkoxide compounds of the 
present invention may contain a functional group derived from anionic 
polymerization initiator at the head (initiator) end of the polymer chain, in addition 
to the functional group derived from the coupling agent at the terminal end of the 
chain. These functional groups may have an affinity for compounding filler 
materials such as silica or carbon black. 

To provide a better understanding of the process of preparation of 
the polymeric alkoxide compounds of the invention, the following example, which 
is not intended to limit the scope of the invention, is provided. 

Styrene-butadiene (SBR) copolymer chains, produced by solution 
anionic polymerization employing w-butyl lithium as the initiator are reacted with 
ethylene oxide (the alkoxide precursor) in a ratio of 1 .0 mole ethylene oxide to 1 .0 
mole SBR; and the resulting atkoxide-modified polymer chains are coupled together 
employing silicon tetrachloride (SiCl 4 ) as the coupling agent, in the following 
reactions: 

SBR" Li + + c __. c - SBRV\ 0 "Li + 
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SBR\A 0 "Li + + SiCl 4 - (SBR\/\ 0 ) 4 Si + 4(LiCl) 

Varying the molar ratios of the alkylene oxide precursor (AO) to the polymer chains 
(P), and coupling with silicon tetrachloride, results in coupled polymeric alkoxide 
5 products, such as the (P-AO) 4 -Si; (P-AO) 3 -Si- P; (P-AO) 2 -Si - (F) 2 ; and the like. 

It will be appreciated that, in contrast to siloxane-terminated 
polymers having a hydrolyzable substituent group, the chain-coupled polymeric 
alkoxide compounds of the invention do not exhibit a substantial increase in 
molecular weight (increased Mooney viscosity) when they are exposed to moisture 
10 during desolventization with steam or heated water, or storage in ambient 

environmental conditions, especially hot, humid conditions. Rather, the coupled 
polymer chains sterically inhibit the access of water to the hydrolyzable groups. 

For a proper understanding of the invention, the following reaction 
schemes show first the hydrolysis reaction which occurs when siloxane-terminated 
15 polymers are exposed to moisture. This reaction (shown as Scheme I) is well 

known in the art and typically leads to the coupling of siloxane-terminated polymers 
through the subsequent formation of 
polymer-Si-O-Si-polymer bonds (Scheme II). 
(Scheme I) 

20 R R' 



25 



35 



Polymer- Si~ OR + H 2 0 - Polymer- Si - OH +ROH 

I I 
R" R" 

(Scheme II) 
1) 



R' R' R' R" 

I I II 

Polymer- Si - OH + Polymer- Si~ OH -Polymer- Si~ 0~ Si - Polymer +H 2 0 

40 R" R" R " R" 



45 



and/or 
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2) 



R' 



R' 



R' R' 



Polymer- Si~ OR + Polymer - Si - OH ~* Polymer - Si - O - Si - Polymer + ROH 



R" 



R" 



R" R" 



10 



15 



In contrast, the coupled polymer chains of the polymeric alkoxide 
compounds of the invention, illustrated in Scheme III below, have bulky polymer 
chains which stoically inhibit the access of water molecules to the hydrolyzable 
groups. 



(Scheme III) 
(a) (PAO) 4 -Si 



polymer 
A 
O 



20 



25 



polymer AO - S i — OApolymer 

O 

A 

polymer 



IS DO*"* ID ^W(° 
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(b) (POA) 3 -Si-F 



polymer 
A 
O 

I 

polymerAO- Si~P' 



O 

10 A 

polymer 



15 (c) (POA) 2 -Si-(P') 2 

r 

polymerAO- Si -F 
20 | 

O 
A 

polymer 

25 

In (b) above, the po Iymer carbon-Si linkage may be an Si-R linkage, 
•g^ and in (c) above, one or more of the polymer carbon-Si linkages may be an Si-R 

linkage, as described above. Because of the presence of the bulky coupled polymer 

30 chains, the polymeric alkoxide compounds of the invention, illustrated in Scheme 

III above, are much less susceptible to hydrolysis and the undesirable accompanying 
increase in Mooney viscosity. The longer the polymer chains, the more difficult it 
is for the hydrolysis reaction to occur. Therefore, high molecular weight polymers 
are less likely to undergo hydrolysis and coupling of polymers than low molecular 

3 5 weight polymers . Of course, hydrolysis will eventually occur over time regardless 

of the polymer molecular weight, but not without difficulty. Thus, upon aging in 
storage prior to use, there will be only a slow increase in Mooney viscosity due to 
the formation of Si-O-Si bonds between the polymers. 

The moisture-stabilized polymeric alkoxide compounds of the 

40 invention may, therefore, be stored under ambient environmental conditions, 

including hot and humid conditions, for up to about two years prior without 
substantially increasing in viscosity. More particularly, the polymer has an initial 
Mooney viscosity when prepared, and the viscosity of the polymer will not increase 
above the initial viscosity by more than about 50%, preferably not by more than 
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about 25% and, more preferably, not by more than about 10% over the up to about 

two year time period. 

A further advantage of the polymeric alkoxide compounds of the 

invention is exhibited during compounding of these chain-coupled polymers with 

a reinforcing filler, such as silica, carbon black, or mixtures of these, and other 

ingredients described below, to produce a sulfur vulcanizable elastomeric 

composition. In particular, in the presence of heat and moisture during 

compounding, the polymer chains uncouple due to hydrolysis, as illustrated below 

in Scheme IV, but, rather than forming polymer-AO-Si-OA-polymer bonds, the 

reactive polymer-AOH groups react with the silica filler, thus shielding the silanol 

groups on the silica filler and binding the silica to the rubber. 

(Scheme IV) 

polymer 
A 

O OH 
polymerAO-ii-OApolymer + moisture + heat~3(polymerAOH) + polymerAO^i-OH 

d Jh 

A 

polymer 



O) 

OH 

polymerAOSi- (OH) 3 + silica-Si-OH -* polymerAO-Si-O-Si-silica + H 2 0 

ob 

(2) 

polymerAOH + silica-Si-OH polymerAO-silica + H 2 0 



Although, in this example the polymer chains are coupled by a 
silica (Si) group having a valence of 4, any of the metal or nonmetal atoms, M, 
derived from coupling agents containing silicon, tin, titanium, aluminum, arsenic, 
copper, calcium, zinc, phosphorus, boron, nitrogen or sulfur, may be used in 
embodiments of the invention. Hydrolysis of the coupled polymerAO-M bonds 
in the presence of heat and moisture during compounding, results in lower 
molecular weight of the polymers, resulting in a decrease in the viscosity of the 
mixture. In addition to cleavage of polymer AO-M bonds, when M is tin, lead, 
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mercury or cadmium, cleavage of the polymer carbon-M bond(s) also occurs, 
resulting in a further decrease in the viscosity of the mixture when at least two 
polymer carbon-M bonds are present in the invention polymer. 

As described further below, compounding of the invention 
polymeric alkoxide compounds with a reinforcing filler such as silica, carbon 
black or mixtures thereof results in better mixing efficiency (e.g., a shorter 
mixing time is required to achieve the required mixing energy), due to the 
progressive decrease in the Mooney viscosity of the mixture, in comparison to 
the mixing time of an equivalent vulcanizable elastomeric compound comprising 
the same polymer which is not coupled and has a similar weight average 
molecular weight to the invention polymer prior to coupling. The processability 
of both compounds will, however, be similar in downstream applications, e.g., 
extrusion, because the invention polymer will be decoupled, and both of the 
polymers will have the same weight average molecular weight. 

Therefore, the invention also provides a method for improving 
mixing efficiency during compounding of an elastomer with a reinforcing filler, 
comprising the steps of providing a polymeric alkoxide compound having the 
formula disclosed herein; mixing the polymer in a mixer with a reinforcing filler 
selected from the group consisting of silica, carbon black, and mixtures thereof; 
providing a source of moisture; heating the mixture to a temperature of about 
60°C to about 200°C; wherein during the mixing step up to "n" O-M groups are 
hydrolyzed in the presence of the moisture and heat resulting in uncoupling of up 
to "n" polymer chains and a decrease in the viscosity of the mixture, and wherein 
the mixing time to achieve a desired mix energy is decreased in comparison to 
the mixing time of an equivalent vulcanizable elastomeric compound comprising 
the same polymer, not coupled, and having a similar weight average molecular 
weight as the invention polymer prior to coupling. The improvement in mixing 
efficiency during compounding of the invention polymer is further evident at 
temperatures of about 90° to about 190°C, typically temperatures of about 105° 
to about 185°C, and especially temperatures of about 120° to about 180°. The 
source of moisture is typically moisture associated with the reinforcing filler, 
especially silica. 
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When the polymeric alkoxide compounds of the invention are 
prepared with alkoxide precursors containing bulky alkylene or carbonyl groups, 
steric hindrance to the entry of water molecules for hydrolysis of the AO-M 
bonds may be present. Consequently, when the alkylene or carbonyl groups are 
5 bulky, it may be necessary to add a catalyst. For example, a suitable catalyst is a 

strong base having a pK in the range of about 0.8 to about 12. For example, a 
suitable catalyst is a guanidine, such as, but not limited to, diphenyl guanidine 
(DPG.) Although the catalyst may be added to any stage of the compounding 
mixing process, it is preferably added to the master batch (initial) stage to 
10 promote uncoupling of me polymer chains at me beginning of the compounding 

process. 

Vulcanizable elastomeric compositions of the invention can be 
prepared by compounding or mixing the polymeric alkoxide compounds herein 
with silica, preferably precipitated silica (silicon dioxide), carbon black, or 

1 5 mixtures of silica and carbon black, in addition to other conventional rubber 

additives including, for example, other fillers, plasticizers, antioxidants, curing 
agents and the like, using standard rubber mixing equipment and procedures. For 
example, the vulcanizable elastomeric composition of the present invention can 
be obtained by milling the components by using a milling apparatus, such as a 

20 mill, an internal mixer, and the like. Such elastomeric compositions, when 

vulcanized using conventional rubber vulcanization conditions, exhibit reduced 
hysteresis, which means a product having increased rebound, decreased rolling 
resistance and lessened heat build-up when subjected to mechanical stress. 
Products including tires, power belts and the like are envisioned. Decreased 

25 rolling resistance is, of course, a useful property for pneumatic tires, both radial 

as well as bias ply types and thus, the vulcanizable elastomeric compositions of 
the present invention can be utilized to form treadstocks for such tires. 
Pneumatic tires can be made according to the constructions disclosed in U.S. 
Patent Numbers 5,866,171; 5,876,527; 5,931,211; and 5,971,046. The 

30 composition can also be used to form other elastomeric tire components such as 

subtreads, black sidewalls, body ply skims, bead fillers and the like. 
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The polymeric alkoxide compounds of the present invention can 
be utilized as 100 parts of the rubber in the treadstock compound, or they can be 
blended with any conventionally employed treadstock rubber which includes 
natural rubber, synthetic rubber and blends thereof. Such rubbers are well known 
to those skilled in the art and include synthetic polyisoprene rubber, 
styrene/butadiene rubber (SBR), polybutadiene, butyl rubber, neoprene, 
ethylene/propylene rubber, ethylene/propylene/diene rubber (EPDM), 
acrylonitrile/butadiene rubber (NBR), silicone rubber, the fluoroelastomers, 
ethylene acrylic rubber, ethylene vinyl acetate copolymer (EVA), 
epichlorohydrin rubbers, chlorinated polyethylene rubbers, chlorosulfonated 
polyethylene rubbers, hydrogenated nitrile rubber, tetrafluoroethylene/propylene 
rubber and the like. When the polymers of the present invention are blended with 
conventional rubbers, the amounts can vary widely with a lower limit comprising 
about 10 to 20 percent by weight of the total rubber. The minimum amount will 
depend primarily upon the degree of hysteresis reduction desired. Thus, the 
compounds can contain 10 to 100 percent by weight of the inventive polymeric 
alkoxide compound, with the balance, if any, being a conventional rubber. 

The polymeric alkoxide compounds are preferably compounded 
with reinforcing fillers, such as silica, carbon black or a combination of both 
silica and carbon black. Examples of silica fillers which may be used in the 
vulcanizable elastomeric composition of the invention include wet silica 
(hydrated silicic acid), dry silica (anhydrous silicic acid), calcium silicate, and the 
like. Other equivalent useful fillers include aluminum silicate, clay, talc, calcium 
carbonate, basic magnesium carbonate hydrated alumina, diatomaceous earth, 
barium sulfate, mica, aluminum sulfate, titanium oxide, aluminum hydroxide, 
aluminum oxide and the like. Among these, precipiated amorphous wet-process, 
hydrated silicas are preferred. These silicas are so-called because they are 
produced by a chemical reaction in water, from which they are precipitated as 
ultrafine, spherical particles. These primary particles strongly associate into 
aggregates, which in turn combine less strongly into agglomerates. The surface 
area, as measured by the BET method gives the best measure of the reinforcing 
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character of different silicas. For silicas of interest for the present invention, the 
surface area should be about 32 to about 400 m 2 /g, with the range of about 100 to 
about 250 m 2 /g being preferred, and the range of about 150 to about 220 m 2 /g 
being most preferred. The pH of the silica filler is generally about 5.5 to about 7 
or slightly over, preferably about 5.5 to about 6.8. 

Silica can be employed in the amount of about 1 part to about 1 00 
parts per 100 parts of the polymeric alkoxide compound (phi), preferably in an 
amount from about 5 to about 80 phr. The useful upper range is limited by the 
high viscosity imparted by fillers of this type. Some of the commercially 
available silicas which may be used include, but are not limited to, Hi-Sil® 190, 
Hi-Sil® 210, Hi-Sil® 215, Hi-Sil® 233, Hi-Sil® 243, and the like, produced by 
PPG Industries. A number of useful commercial grades of different silicas are 
also available from DeGussa Corporation (e.g., VN2, VN3), Rhone Poulenc (e.g., 
Zeosil 1 165MP), and J.M. Huber Corporation. 

The polymeric alkoxide compounds can be compounded with all 
forms of carbon black in amounts ranging from about 5 to 50 parts by weight, per 
1 00 parts of polymer (phr), with less than about 35 phr being preferred. The 
carbon blacks may include any of the commonly available, commercially- 
produced carbon blacks, but those having a surface area (EMS A) of at least 20 
m 2 /g and, more preferably, at least 35 m 2 /g up to 200 m 2 /g or higher are 
preferred. Surface area values used in this application are determined by ASTM 
test D-1765 using the cetyltrimethyl-ammonium bromide (CTAB) technique. 
Among the useful carbon blacks are furnace black, channel blacks and lamp 
blacks. More specifically, examples of useful carbon blacks include super 
abrasion furnace (SAF) blacks, high abrasion furnace (HAF) blacks, fast 
extrusion furnace (FEF) blacks, fine furnace (FF) blacks, intermediate super 
abrasion furnace (ISAF) blacks, semi-reinforcing furnace (SRF) blacks, medium 
processing channel blacks, hard processing channel blacks and conducting 
channel blacks. Other carbon blacks which may be utilized include acetylene 
blacks. Mixtures of two or more of the above blacks can be used in preparing the 
carbon black products of the invention. Typical suitable carbon blacks are N- 
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1 10, N-220, N-339, N-330, N-351, N-550, N-660, as designated by ASTM D- 
I765-82a. The carbon blacks utilized in the preparation of the vulcanizable 
elastomeric compositions of the invention may be in pelletized form or an 
unpelletized fiocculent mass. Preferably, for more uniform mixing, unpelletized 
5 carbon black is preferred. 

It is readily understood by those having skill in the art that the 
rubber composition would be compounded by methods generally known in the 
rubber compounding art, such as mixing the various sulfur- vulcanizable 
constituent polymer(s) with various commonly used additive materials such as 

1 0 for example, curing aids, such as sulfur, activators, retarders and accelerators, 

processing additives, such as oils, resins, including tackifying resins, plasticizers, 
pigments, fillers, fatty acid, zinc oxide, waxes, antioxidants and antiozonants, 
peptizing agents. As known to those skilled in the art, depending on the intended 
use of the sulfur vulcanizable and sulfur vulcanized material (rubbers), the 

1 5 additives mentioned above are selected and commonly used in conventional 

amounts. 

Typical amounts of tackifer resins, if used, comprise about 0.5 to 
about 10 phr, usually about 1 to about 5 phr. Typical amounts of processing aids 
comprise about 1 to about 50 phr. Such processing aids can include, for example, 

20 aromatic, naphthenic, and/or paraffinic processing oils. Typical amounts of 

antioxidants comprise about 1 to about 5 phr. Representative antioxidants may 
be, for example diphenyl-p-phenylenediamine and others, such as for example, 
those disclosed in the Vanderbih Rubber Handbook (1978), pages 344-346. 
Typical amounts of antiozonants comprise about 1 to 5 phr. 

25 Typical amounts of fatty acids, if used, which can include stearic 

acid, palmitic acid, linoleic acid or mixtures of one or more fatty acids, can 
comprise about 0.5 to about 3 phr. Typical amounts of zinc oxide comprise 
about 2 to about 5 phr. Typical amounts of waxes comprise about 1 to about 2 
phr. Often microcrystalline waxes are used. Typical amounts of peptizers, if 

30 used, comprise about 0.1 to about 1 phr. Typical peptizers may be, for example, 

pentachlorothiophenol and dibenzamidodiphenyl disulfide. 
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The vulcanization is conducted in the presence of a sulfur 
vulcanizing agent. Examples of suitable sulfur vulcanizing agents include 
"rubbermaker's" soluble sulfur; sulfur donating vulcanizing agents, such as an 
amine disulfide, polymeric polysulfide or sulfur olefin adducts; and insoluble 
5 polymeric sulfur. Preferably, the sulfur vulcanizing agent is soluble sulfur or 

mixtures of soluble and insoluble polymeric sulfur. The sulfur vulcanizing 
agents are used in an amount ranging from about 0.1 to about 10 phr, often in the 
range of about 0.5 to about 5 phr, with a range of about 1.5 to about 3.5 phr 
being preferred. 

1 0 Accelerators are used to control the time and/or temperature 

required for vulcanization and to improve properties of the vulcanizate. The 
vulcanization accelerators used in the present invention are not particularly 
limited. Examples include thiazol vulcanization accelerators, such as 2- 
mercaptobenzothiazol, dibenzotbiazyl disulfide, N-cyclohexyl-2-benzothiazyl- 

1 5 sulfenamide (CBS), N-terNbutyl-2-benzothiazyl sulfenamide (TBBS), and the 

like; and guanidine vulcanization accelerators, such as diphenyl guanidine and 
the like. The amount of the vulcanization accelerator used is about 0.1 to about 5 
phr, preferably about 0.2 to about 3 phr. 

The vulcanizable elastomeric composition of the present invention 

20 can be obtained by mixing the components by using a milling apparatus, such as 

a mill, an internal mixer, and the like. The ingredients are typically mixed in two 
or more stages, consisting of at least a "master batch" stage in which at least a 
portion of the polymeric alkoxide compound, silica, carbon black (if used), and 
other ingredients are mixed at a high temperature, which may be from about 

25 165°C to about 200°C, and a lower temperature "final stage", in which the curing 

agents are typically added. There may also be intermediate mixing stages in 
which the mixture is re-milled with or without the addition of ingredients. The 
mixing temperature and mixing times may vary from stage to stage, as is known 
to those skilled in the art. 
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EXAMPLES 

The following examples illustrate methods of preparation of the 
polymeric alkoxide compounds of the present invention, and their use in 
compounding formulations. However, the examples are not intended to be 
limiting, as other methods for preparing these compounds and different 
compounding formulations may be determined by those skilled in the art. Thus, 
the invention is not limited to the specific monomers, reactants, initiators, 
alkoxide precursor compounds, and invention compounds disclosed, nor to any 
particular modifier or solvent. Similarly, the examples have been provided 
merely to demonstrate the practice of the subject invention and do not constitute 
limitations of the invention. Those skilled in the art may readily select other 
monomers, reactants, initiators, alkoxide precursor compounds, coupling agents, 
and the like, and process conditions, according to the disclosure made herein 
above. Thus, it is believed that any of the variables disclosed herein can readily 
be determined and controlled without departing from the scope of the invention 
herein disclosed and described. 

In each of the following polymerization examples, the exemplary 
styrene-butadiene rubber (SBR) was prepared under anhydrous and anaerobic 
conditions in a jacketed, stainless steel reactor fit with a stirrer. 

EXAMPLE 1 

This example illustrates the synthesis of, and a comparison of 
physical properties between, an invention chain-coupled alkylene oxide-modified 
polymer and a comparative equivalent polymer in which the polymer chains have 
not been alkoxide-modified or coupled. This example also illustrates 
improvements in both mixing efficiency and filler dispersion during 
compounding of the invention polymer. 

(a) Synthesis of Ethylene Oxide-Modified/SiCL, Coupled SBR 

To a one gallon nitrogen-purged reactor was charged 0.19 
kilograms (kg) hexane, 0.455 kg of 33.6 percent by weight styrene in hexane, and 
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1.57 kg of 27.7 percent by weight butadiene in hexane. Then 0.49 milliliters (ml) 
of 0.6 molar (M) potassium /-butylamylate, 0.21 ml of 1.6 M 2-2'- 
di(tetrahydrofuryl) propane, and 3.26 ml of 1.6 M n-butyl lithium were charged 
into the reactor, and the jacket temperature was set to 122°F. After 140 minutes, 
half (1.14 kg) of the resulting polymer cement was discharged, terminated with 
isopropyl alcohol and treated with di-/-butyl-/?-cresol (DBPC) solution (80 grams 
of DBPC in 700 ml hexane). The DBPC solution served as an antioxidant to 
prevent degradation of the polymer. The sample was then desolventized by drum 
drying. This sample, which was not ethylene oxide-treated or polymer chain- 
coupled served as a control (C-l) sample for comparison with the ethylene oxide- 
treated and polymer chain-coupled sample prepared from the same polymer, as 
now described below. 

To the remaining 1 .14 kg of polymer cement was added 4.89 ml 
of 0.5 M ethylene oxide in hexane. After 15 minutes, 1.22 ml of 0.5 M silicon 
tetrachloride was added. The mixture was stirred for 1 5 minutes, and then the 
cement was removed from the reactor, treated with the antioxidant, coagulated 
with isopropyl alcohol, and drum dried. This sample is a polymeric alkoxide 
compound of the invention, designated as Example 1 (E-l), in Table 1 below. 

(b) Comparison of Physical Properties of the Control and Invention 
Gum Polymers 

A comparison of the properties of the invention polymeric 
alkoxide compound 

E-l) and the equivalent control polymer (C-l) is illustrated in Table 1. 
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TABLE 1 

Comparison of the Physical Properties of an Invention 
5 Polymeric Alkoxide Compound and an Equivalent 

Non-Invention Control Polymer 



Polymer Property Control Polymer Invention Polymer 

(C-l) (E-l) 

10 



M w (x lO" 5 ), g/mol 
M n (xl0' 5 ),g/mol 


1.21 


1.78 


1.07 


1.14 


Polydispersity 


1.13 


1.56 


Percent Coupling 


0 


31.2 


T E (°C) 


-56.8 


-56.6 


MLi +4 


13.7 


28.3 


%Styrene 


27.8 


27.6 


%Block Styrene 


12.9 


13.0 


%1,4-Butadiene 


54.4 


54.5 


%1,2-Butadiene 


17.9 


17.9 



25 As expected, the number average molecular weight (M„), the 

polydispersity (i.e., the ratio of the weight average molecular weight to the number 

average molecular weight), and the Mooney viscosity (ML 1+4 ) of the ethylene-oxide 

modified, chain-coupled polymer are all higher than that of the control, unmodified 

polymer, and are within a desirable range of values. 

30 (c) Compounding of the Polymers to Form Control and Invention 

Vulcanizable Elastomeric Compounds 

The control (C-l) and ethylene oxide-modified, coupled (E-l) 

polymers were compounded according to the formulation presented in Table 2. 

Each rubber compound (Control, C-l' and Invention, E-l') was prepared in two 

35 stages, a master batch stage and a final stage. The master batch formulation was 

mixed in a 65 gram Brabender mixer equipped with a torque integrator operating 

at 60 RPM and 128°C. The ingredients were added and the mixing was 
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continued until a torque integration of approximately 67,500 meter-grams was 
achieved. The mixing time and achieved temperature were then noted. 

The final stage formulation was mixed by adding the resulting 
master batch mixture and curatives into the mixer operating at 88°C and 40 RPM. 
5 The final product was removed from the mixer after a torque integration of 

approximately 35,900 meter-grams was achieved. The final product was then 
sheeted and cured at 165°C for 20 minutes in standard molds placed in a hot 
press. 



10 

TABLE 2 
Compounding Ingredients (phr) 



Master Batch Stage 


Control 
Compound 

c-r 


Invention Compound 
E-l' 


Control Polymer (C-l) 


75 


0 


Invention Polymer (E-l) 


0 


75 


Natural Rubber 


25 


25 


Antioxidant 


0.95 


0.95 


Fatty Acid 


1.5 


1.5 


Carbon Black 


32 


32 


Silica 


30 


30 


Napthenic Oil + Wax 


16 


16 


Total 


180.45 


180.45 




Final Stage 


Master Batch Mixture 


180.45 


180.45 


Zinc Oxide 


2.5 


2.5 


Accelerators 


2.25 


2.25 


Sulfur 


1.7 


1.7 


Total 


186.9 


186.9 



(d) Physical Properties of the Control and Invention 
Vulcanizable Elastomeric Compounds 

The physical properties of the control (C-T) and invention (E-T) 

35 compounds are illustrated in Table 3. The Mooney viscosity was measured 

according to ASTM D-1646; the tensile properties were obtained according to 

ASTM D-412; ring tear was determined according to ASTM D-624; and Shore A 
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Hardness was determined according to ASTM D-2240. All other tests were 
conducted by conventional methods known to those skilled in the art. 

As illustrated in Table 3, the Mooney viscosity (ML, +4 ) of the 
invention vulcanizable elastomeric compound (E-T) was greater than that of the 
control compound (C-l'), indicating that the uncoupling of polymer chains was not 
complete over the course of mixing. However, the mixing time required to achieve 
the target temperature was 20 seconds faster for the invention compound than the 
control compound, indicating about a 7% increase in the efficiency of mixing of the 
invention compound compared to the control compound. The invention compound 
al so exhibited a better filler dispersion, illustrated by the dispersion index, compared 
to the control compound. 
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TABLE 3 

Control Invention 
5 Compound Compound 

C-l' E-l' 



10 


ML 1+4 @ 130°C 


68.3 


75.1 




MONSANTO CURE @ 165°C 




ML (min) 


4.47 


4.44 




MH (min) 


19.56 


18.9 




Ts2 (min) 


1.27 


1.14 


15 


Tc90 (min) 


21.11 


19.03 




Tan 6 @ MH 


0.198 


0.173 




Time to 175°C 


5 min. 


4.66 min. 






RING TENSILE ( 


g)24°C 




50% Modulus, psi 


172 


161 


20 


100% Modulus, psi 


238 


234 




200% Modulus, psi 


416 


440 




300% Modulus, psi 


651 


740 




Tensile strength, psi 


1791 


2217 




% Elongation 


718 


683 


25 




RING TENSILE ( 


® 100°C 




50% Modulus, psi 


110 


116 




100% Modulus, psi 


164 


182 




200% Modulus, psi 


276 


334 




Tensile strength, psi 


811 


1132 


30 


% Elongation 


559 


564 




Ring Tear @ 171°C,ppi 


210 


212 




Pendulum Rebound @ 24°C 


44.6 


45.6 




Pendulum Rebound @ 50°C 


47.6 


49.8 




Lambourn @ 65%, INDEX 


1.00 


1.01 


35 


Wet Stanley London (#/std) 


59 


62 




Shore A, @ RT (peak) 


55.7 


54 




Dispersion Index #1, % 


84.6 


91.9 




RIIEOMETRICS <Z 


i, 3.14 rad/sec 




Tan 6 @ 7% E & 24°C 


0.253 


0.232 


40 . 


A G' (MPa) @ 24°C 


7.233 


5.108 




G' (MPa) @14.5%E & 24°C 


3.137 


2.899 




Tan 6 @ 7% E & 65°C 


0.260 


0.225 




A G' (MPa) @ 65°C 


4.368 


5.052 




G' (MPa) @14.5%E & 65°C 


2.178 


2.161 



45 



EXAMPLE 2 

This example illustrates the synthesis of, and a comparison of 
physical properties between, an invention alkylene oxide-modified, chain-coupled 
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polymer, and an equivalent comparative chain-coupled polymer having carbon- 
silicon bonds. This example also illustrates a decrease in the compound viscosity 
of the vulcanizable elastomeric compound formed with the invention polymer. 
Carbon black is employed as the only reinforcing filler. 

(a) Synthesis of SiCI 4 Coupled Polymer 

To a one gallon reactor was charged 0.24 kg hexane, 0.43 kg of 33.0 
percent by weight styrene in hexane, and 1.55 kg of 27.4 percent by weight 
butadiene in hexane. Then, 0.66 ml of 1.6 M 2-2 '-di(tetrahydro fury 1) propane in 
hexane and 2.36 ml of 1.6 M n-butyl lithium in hexane were charged into the 
reactor and the jacket temperature was set at 1 10°F. After 220 minutes, 942.5 g of 
the live polymer cement was removed from the reactor and discharged into a 
nitrogen-purged bottle and coupled with 0.786 ml of 0.5 M silicon tetrachloride. 
To the coupled polymer was added 10 ml of DBPC in hexane (as described in 
Example 1). The polymer was then coagulated with isopropanol and drum dried. 
The coupled polymer properties were: M n = 2.40 x 10 s ; polydispersity = 1.60; 
percent chain coupling = 64.5%; and T g = -40.3°C. This sample is designated 
control (C-2) in the tables below. 

(b) Synthesis of Ethylene Oxide Modified/SiCl 4 -Coupled Styrene- 
Butadiene Rubber 

The cement remaining in the reactor (approximately 1.33 kg) was 
treated with 4.42 ml of 0.5 M ethylene oxide in hexane. After 20 minutes, 1 .1 1 ml 
of 0.5 M silicon tetrachloride was added to the reactor. The cement was then 
discharged from the reactor, coagulated with isopropanol, treated with DBPC (as 
described above), and drum dried. The coupled polymer properties were: M n = 2. 1 0 
x 10 5 ; polydispersity = 1.53; percent chain coupling = 45.04%; and T g = -40.3°C. 
This sample is a chain-coupled polymeric alkoxide compound and is designated a 
example E-2 in the tables below. 

(c) Compounding of the Polymers to Form Control and Invention 
Vulcanizable Elastomeric Compounds 
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The control coupled polymers (C-2) and the ethylene oxide- 
modified, coupled (E-2) polymers were compounded according to the formulation 
presented in Table 4. Each rubber compound (Control, C-2' and Invention, E-2') 
was prepared in two stages, a master batch stage and a final stage. The master batch 
formulation was mixed in a 300 gram Brabender mixer equipped with a torque 
integrator operating at 60 RPM and 128°C. The ingredients were added and the 
mixing was continued until a torque integration of approximately 88,000 meter- 
grams was achieved. The mixing time and achieved temperature were then noted. 

The final stage formulation was mixed by adding the master batch 
mixture and curatives into the mixer operating at 88°C and 40 RPM. The final 
product was removed from the mixer after a torque integration of approximately 
36,200 meter-grams was achieved. The final product was then sheeted and cured 
at 165°C for 20 minutes in standard molds placed in a hot press. 



15 



TABLE 4 
Compounding Ingredients (phr) 



20 



25 



30 
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Master Batch Stage 


Invention Compound 


Control Compound 




E-2' 


C-2* 


Control Polymer (C-2) 


0 


100 


Invention Polymer (E-2) 


100 


0 


Carbon Black 


50 


50 


Fatty Acid 


2.0 


2.0 


Antioxidant 


1.0 


1.0 


Wax + Oil 


10 


10 


Total 


163 


163 




Final Stage 


Master Batch Mixture 


163 


163 


Zinc Oxide 


3.0 


3.0 


Accelerators 


1.5 


1.5 


Sulfur 


1.3 


1.3 


Total 


168.8 


168.8 
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(d) Physical Properties of the Control and Invention Vulcanizable 
Elastomeric Compounds 

5 ' 



10 




TABLE 5 

Invention 
Compound 
E-2' 


Control 
Compound 
C-2' 




ML )+4 (1J0 U C) 


J (V A — 

68.0 


1 nn'A 

88.9 






MONSANTO CURE 


@ 165°C 




ML 


2.27 


3.44 


15 


MH 


16.31 


16.52 




ts2 


1 


1.01 




tc90 


5.38 


5.57 




tan 6 @ MH 


0.06 


0.062 




Torque Integration (Master) 


87984 


88377 


20 


Torque Integration (Final) 


36332 


36106 




Time to 180°C (Master) 


6 min. 5 min. 45sec. 




Time to 116°C (Final) 


1 min. 5 sec. 


1 min. 5 sec. 






RING TENSILE ( 


5)24°C 




50% Modulus, psi 


224 


209 


25 


100% Modulus, psi 


425 


413 




200% Modulus, psi 


1017 


1026 




300% Modulus, psi 


1798 


1806 




Tensile strength, psi 


2877 


2676 




% Elongation 


430 


410 


30 




RING TENSILE ( 


g 100°C 




50% Modulus, psi 


145 


145 




100% Modulus, psi 


274 


281 




"700% MnHnlnc rwi 


699 


757 




Tensile strength, psi 


1570 


1603 


35 


% Elongation 


349 


337 




Tear Strength (ppi, 1 71°C) 


98.8 


103.1 




Shore A, @ RT (peak) 


68.2 


69 




Shore A, @ 65°C (peak) 


62.3 


63.7 




Wet Stanley London 


63 


60 


40 


Pendulum Rebound (23°C) 


41.2 


49.8 




Pendulum Rebound (50°C) 


40.8 


50 




Lambourn @ 65%, g lost 


0.1042 


0.0946 




Lambourn @ 65%, INDEX 


1.00 


1.10 




RHEOMETRICS @ 3.14 rad/sec 




45 


tan 6 @ 7% E & 24°C 


0.199 


0.196 




G" (MPa) @ 7% E & 24°C 


0.581 


0.643 




A G' (MPa) @ 24°C 


2.708 


3.194 




G' (MPa) @14.5%E &24°C 


2.417 


2.714 




tan 6 @ 7% E & 65°C 


0.152 


0.149 


50 


G"(MPa)@7%E&65°C 


0.358 


0.349 




A G' (MPa) @ 65°C 


1.687 


1.699 




G' (MPa) @14.5%E & 65°C 


2.061 


2.054 
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As illustrated in Table 5, the compound Mooney viscosity (ML 1+4 ) of the invention 
compound (E-2 1 ), employing the ethylene oxide-modified chain-coupled compound 
(E-2), is 20.9 units lower than that of the control compound (C-2') employing the 
control polymer (C-2) having polymer carbon-silicon bonds only. Carbon silicon 
bonds are not expected to be cleaved under normal mixing conditions. The lower 
viscosity of the E-2' compound indicates that cleavage of some of the 
(polymer)CH 2 CH 2 0-Si bonds is occurring under the above-described mixing 
conditions. The fact that there is no silica reinforcing filler in these compounds 
indicates that the (PAO)-Si bonds can be cleaved in the presence of the carbon black 
filler alone. Without being bound by theory, it is believed that phenolic groups 
present in carbon black may interact with the (PAO)-Si bond and produce cleavage 
of the bond. 



EXAMPLE 3 

This example illustrates a comparison of three different silicon 
tetrachloride-coupled invention polymeric alkoxide compounds, with a comparative 
tin-coupled polymer, and a alkoxysilane (tetraethoxysilane, TEOS)-endcapped 
polymer. 

(a) Synthesis of PSi(OP) 3 Styrene-Butadiene Rubber (P -83,000 
Dalian M n ) 

Each polymer chain of this synthesized polymer has a number 
average molecular weight of approximately 83,000 daltons. This invention 
polymeric alkoxide compound is designated "E-3" in the tables below. 

To a one gallon reactor was charged 0.41 kg of 33.0 percent by 
weight styrene in hexane, and 1.81 kg of 21.5 percent by weight butadiene in 
hexane. Then, 0.28 ml of 1.6 M 2-2'-di(tetrahydrofuryl) propane in hexane, 0.63 
ml of 0.6 M potassium f-amylate in hexane, 1.42 ml of 3.54 M 
hexamethyleneirnine, and 3.93 ml of 1 .6 M o-butyl lithium in hexane were charged 
into the reactor, and the jacket temperature was set at 1 22°F. After 50 minutes, 9.43 
ml of 0.5 M ethylene oxide in hexane was added to the reactor. Fifteen minutes 
later, 3.14 ml of 0.50 M silicon tetrachloride was added to the reactor. After 15 
additional minutes, the cement was discharged from the reactor, coagulated with 
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isopropanol, treated with DBPC, and drum dried. The properties of this polymer 
were: ML 1+4 = 27.9; M„ = 1.21 x 10 5 ; styrene content = 28.7%; block styrene 
content = 1 1.9%; vinyl content = 23.7%; 1,4-butadiene content = 54.1%; and T g = 
-48.4°C. 



(b) Synthesis of Si(OP) 4 (P -150,000 Dalton M n ) 

Each polymer chain of this synthesized polymer has a number 
average molecular weight of approximately 150,000 daltons. This invention 
polymeric alkoxide compound is designated "E-4" in the tables below 

To a one gallon reactor was charged 0.41 kg of 33.0 percent by 
weight of styrene in hexane, and 1 .8 1 kg of 2 1 .5 percent by weight of butadiene in 
hexane. Then, 0.15 ml of 1.6 M 2-2'-di(tetrahydrofuryl) propane in hexane, 0.35 
ml of 0.6 M potassium /-amylate in hexane, 0.79 ml of 3.54 M 
hexamethyleneimine, and 2. 1 8 ml of 1 .6 M w-butyl lithium in hexane were charged 
into the reactor, and the jacket temperature was set at 122°F. After 52 minutes, 6.99 
ml of 0.5 M ethylene oxide in hexane was added to reactor. Fifteen minutes later, 
1.75 ml of 0.50 M silicon tetrachloride was added to the reactor. After 15 
additional minutes, the cement was discharged from the reactor, coagulated with 
isopropanol, treated with DBPC, and drum dried. The properties of this polymer 
were: ML 1+4 = 43.9; M„ = 1.47 x 10 5 , polymer chains coupled = 19.1%; styrene 
content = 28.2%; block styrene content = 13.3%; vinyl content = 16.9%; 1,4- 
butadiene content = 54.9%; and T g = -56.4°C. 

(c) Synthesis of PSi(OP) 3 (P -150,000 Dalton M„) 

Each polymer chain of this synthesized polymer has a number 
average molecular weight of approximately 150,000 daltons. This invention 
polymeric alkoxide compound is designated "E-5" in the tables below. 

To a one gallon reactor was charged 0.41 kg of 33.0 percent by 
weight styrene in hexane, and 1.81 kg of 21.5 percent by weight butadiene in 
hexane. Then, 0.15 ml of 1.6 M 2-2'-di(tetrahydrofuryl) propane in hexane, 0.35 
ml of 0.6 M potassium /-amylate in hexane, 0.79 ml of 3 .54 M hexamethyleneimine 
and 2. 1 8 ml of 1 .6 M K-butyl lithium in hexane were charged into the reactor, and 
the jacket temperature was set at 122°F. After 50 minutes, 5.24 ml of 0.5 M 
ethylene oxide in hexane was added to the reactor. Fifteen minutes later, 1.75 ml 
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of 0.50 M silicon tetrachloride was added to the reactor. After 10 additional 
minutes, the cement was discharged from the reactor, coagulated with isopropanol, 
treated with DBPC, and dram dried. The properties of the polymer were: ML I+4 
= 71.3; M n = 1.75 x 10 5 ; coupled polymer chains = 27.2%; styrene content = 
28.3%; block styrene content = 13.4%; vinyl content = 16.6%; 1,4-butadiene 
content = 55.1%; and T g = -56.2°C. 

(d) Synthesis of Comparison TEOS-Terminated Polymer 

This siloxane-terminated polymer was synthesized as a comparative 
example in the tables below and is designated "TEOS-1". 

To a one gallon reactor was charged 0.41 kg of 33.0 percent by 
weight styrene in hexane, and 1.81 kg of 21.5 percent by weight butadiene in 
hexane. Then, 0.28 ml of 1.6 M 2-2'-di(tetrahydrofuryl) propane in hexane, 0.63 
ml of 0.6 M potassium f-amylate in hexane, 1 .42 ml of 3 .54 M hexamethyleneimine 
and 3.93 ml 1 .6 M n-butyl lithium in hexane were charged into the reactor and the 
jacket temperature was set at 122°F. After 110 minutes, 2.20 ml of 0.25 M silicon 
tetrachloride in hexane was added to reactor. Thirteen minutes later, 2.53 ml of 
1.12 M tetraethoxyorthosilicate was added to the reactor. After 15 additional 
minutes, the cement was discharged from the reactor, coagulated with isopropanol, 
treated with DBPC, and drum dried. The properties of this tetraethoxysilane 
(TEOS)-terminated polymer were: ML, +4 = 35.1; polymer chain coupling = 
56.1 2%; M n = 1 .29 x 1 0 5 ; styrene content = 27.5%; block styrene content =10 .2%; 
vinyl content = 20.2%; 1,4-butadiene content = 52.3%; and T g = -52.6°C. 

(e) Comparative Tin-Terminated Polymer 

For comparison purposes, a tin-coupled polymer sold commercially 
by Bridgestone/Firestone Corporation was obtained. The properties of the SBRtin- 
coupled polymer are: ML ]+4 = 72; styrene content = 20%; vinyl content = 59%; and 
T g = -33°C. This polymer is designated TC-1 in the tables below. 

(f) Compounding of the Polymers to Form Invention and 
Comparison Vulcanizable Elastomeric Compounds 
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The formulations for the compounding are presented in Table 6. 
Each rubber compound was prepared in three stages namely, master batch stage, 
remill stage, and final stage. The ingredients in the master batch stage were mixed 
in a 300 g Brabender mixer operating at 60 RPM and 1 28°C. The ingredients were 
added and the mixing continued until a temperature of 1 75°C was achieved. The 
time was then noted. 

In the remill stage, the master batch mixture and the Si-69 on carbon 
black were mixed in the mixer operating at 1 05°C and 60 RPM. The remill material 
was removed from the mixer after a temperature of 140°C was achieved. 

In the final stage, the remill material and curatives were mixed in the 
mixer operating at 88°C and 40 RPM. The final material was removed from the 
mixer after a temperature of 1 1 8°C was achieved. The final compounds were then 
sheeted and cured at 165°C for 20 minutes in standard molds placed in a hot press. 



TABLE 6 



Compounding Ingredients 



Master Batch Staae 


Dhr 


SBR Polymer (Invention or Comparison) 


75 


Natural Rubber 


25 


Antioxidant 


0.95 


Fatty Acid 


1.5 


Carbon Black 


32 


Silica 


30 


Oil + Wax 


16 


Total 


180.45 


Remill Staae 


Master Batch Mixture 


180.45 


50% Si-69 on Carbon Black 


6.00 


Total 


186.45 


Final Staae 


Remill Mixture 


186.45 


Zinc Oxide 


2.5 


Accelerator 


2.25 


Sulfur 


1.7 


Total 


192.9 
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TABLE 7 

Comparison of Invention and Comparative Polymers 



Polymer 


TC-1 TEOS-1 


E-3 


E-4 


E-5 


TC-1 (phr) 


75 


0 


0 


0 


0 


TEOS-1 (phr) 


0 


75 


0 


0 


0 


83k PSi(OP) 3 (phr) 


0 


0 


75 


0 


0 


150k Si(OP) 4 (phr) 


0 


0 


0 


75 


0 


150k PSi(OP) 3 (phr) 


0 


0 


0 


0 


75 




Physical Test Results 






ML U , (130°C) 


58.4 


57.5 


59 


71.2 


91.3 




MONSANTO 


CURE @ 165°C 






ML 


2.3 


2.54 


2.44 


2.88 


3.72 


MH 


18.19 


15.29 


17.7 


17.99 


18.75 


Ts2 


2.03 


1.81 


1.66 


1.68 


1.59 


Tc90 


7.67 


4.77 


4.41 


4.0 


3.97 


tan 6 @ MH 


0.049 


0.082 


0.066 


0.069 


0.065 


Time to 175°C (Master) 


5 min. 


5 min. 


4.5 min. 


4.5 min 


A min 

*T M III 1. 


Time to 140°C (Final) 


2.25 min. 


2 min.1 


min. 


1 min. 


1 min. 




RING TENSILE @ 24°C 






50% Modulus, psi 


208 


185 


199 


182 


196 


100% Modulus, psi 


407 


327 


368 


323 


345 


200% Modulus, psi 


1033 


812 


944 


825 


881 


300% Modulus, psi 


1897 


1575 


1804 


1663 


1808 


Tensile strength, psi 


2679 


2591 


2973 


3101 


3185 


% Elongation 


388 


422 


432 


46 


436 




RING TENSILE @ 


100°C 






50% Modulus, psi 


180 


159 


181 


173 


188 


100% Modulus, psi 


354 


292 


339 


316 


339 


200% Modulus, psi 


902 


695 


827 


758 


816 


Tensile strength, psi 


1323 


1213 


1452 


1566 


1543 


% Elongation 


260 


289 


293 




O ) S3 


Tear Strength (ppi, 171°C) 


159 


148 


153 


165 


175 


Shore A, @ RT (peak) 


71.2 


67.4" 


70.8 


69.1 


68.9 


Shore A, @100°C (peak) 


66.1 


63 


66.2 


65.7 


65.9 


Wet Stanley London 


76 


71 


72 


69 


67 


Pendulum Rebound (23°C) 


45.2 


49.6 


46 


49.2 


49.8 


Pendulum Rebound (50°C) 


51.2 


53.4 


51.2 


53.6 


54.6 


Lambourn @ 65%, g lost 


0.1497 


0.1273 


0.1371 


0.1276 


0.1315 


Lambourn @ 65%, INDEX 


1.00 


1.18 


1.09 


1.17 


1.14 


Dispersion Index 


94.7 


95.3 


96.7 


98.0 


92.4 


CONTINUED 














RHEOMETRICS @ 3.14 rad/sec 






tan 5 @ 7% E & 24°C0. 


158 


0.155 


0.159 


0.151 


0.156 


G" (MPa) @ 7%E & 24°C 


0.4472 


0.4068 


0.4944 


0.4789 


0.4934 


A G' (MPa) @ 24°C 


2.515 


1.715 


2.557 


2.400 


2.731 


G' (MPa) @14.5%E & 24°C 


2.342 


2.2818 


2.6141 


2.7063 


2.6823 


tan 6 @ 7% E a 65°C 


0.1166 


0.1244 


0.111 


0.1089 


0.1176 


G" (MPa) @ 7%E & 65°C 


0.297 


0.284 


0.289 


0.266 


0.324 


A G' (MPa) @ 65°C 


1.689 


1.062 


1.542 


1.310 


1.831 


G' (MPa) @14.5%E & 65°C 


2.218 


2.059 


2.332 


2.205 


2.416 
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As illustrated in Table 7, the mixing efficiency of compounding was 
improved when each of the invention polymeric alkoxide compounds were 
employed, as illustrated by the shorter mixing times of the invention compositions 
compared to both the tin-coupled polymer and the TEOS-terminated polymer. 
Moreover, the dispersion of the reinforcing filler in each of the invention 
compositions was equivalent to the comparative examples. 

EXAMPLE 4 

This example illustrates the stability of the Mooney viscosity of the 
invention polymeric alkoxide compounds during storage in hot, humid 
environmental conditions, in comparison to the increase in Mooney viscosity 
exhibited by an equivalent siloxane (TEOS)-terminated polymer. 

(a) Synthesis of Coupled TEOS Polymer 

This polymer was prepared as a comparison TEOS-terminated 
polymer, with coupled polymer chains. This polymer is designated TEOS-2 in the 
following table. 

To a one gallon reactor was charged 0.07 kg of hexane, 0.41 kg of 
33.0 percent by weight styrene in hexane, and 1.74 kg 22.4 percent by weight 
butadiene in hexane. Then, 0.28 ml of 1.6 M 2-2'-di(tetrahydrofuryl) propane in 
hexane, 0.63 ml of 0.6 M potassium f-amylate in hexane, 1.42 ml of 3.54 M 
hexamethyleneimine and 3.93 ml of 1 .6 M n-butyl lithium in hexane were charged 
into the reactor, and the jacket temperature was set at 122°F. After 97 minutes, 2.20 
ml of 0.25 M tin tetrachloride in hexane was added to the reactor. Ten minutes later, 
2.53 ml of 1.12 M tetraethoxyorthosilicate was added to the reactor. After 15 
additional minutes, the cement was discharged from the reactor, coagulated with 
isopropanol, treated with DBPC, and drum dried. The properties of the polymer 
were: ML ]+4 = 52.4; percent chain coupling = 74.5%; M n = 1 .50 x 10 s . 

(b) Storage of Polymers for Aging Studies 

The polymers selected for aging studies were the coupled TEOS- 
terminated, coupled polymer synthesized in Example 4(a) above, and each of the 
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invention polymers E-3, E-4 and E-5 synthesized in Example 3 above. After 
polymerization was completed, each polymer was milled into sheets and then cut 
into 1 .5 in. X 1 .5 in. squares. These were stacked until a 20 to 25 gram sample was 
made of each polymer. These samples were then placed in a humidity chamber set 
5 to 55°C and 85% humidity. Samples were removed from the humidity chamber after 

1, 2, 5, 7 and 9 days of storage and the Mooney viscosity (ML, +4 ) was measured. 
The results are illustrated in Table 8. 
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TABLE 8 

Mooney Viscosities of Invention Polymeric Alkoxide Compounds 
and a Comparison Siloxane-Coupled Compound During Storage 

Days in Storage 
(ML 1+4 Values) 



Sample 


0 


1 


2 


5 


7 


9 


Delta ML 


TEOS-2 


52.4 


56.4 


58.5 


59.1 


61.4 


66.4 


14.0 


PSi(OP) 3 83k (E-3) 


27.9 


27.6 


26.9 


31.8 


31.8 


29.6 


1.7 


Si(OP) 4 150k (E-4) 


43.9 


45.6 


46.5 


47.9 


49.6 


48.4 


4.5 


PSi(OP) 3 150k (E-5) 


71.3 


74.2 


76.8 


78.5 


82.9 


78.7 


7.4 



1+4 



EXAMPLE 5 

This example illustrates a polymeric alkoxide compound of the 
invention produced by employing a bulky alkylene oxide compound, namely 
cyclohexene oxide, as the alkoxide precursor compound. Coupling of the bulky 
polymer-cyclohexene oxide-terminated chains with silicon tetrachloride, results in 
steric hindrance to the entry of water molecules and, therefore, inhibition of 
hydrolysis of the AO-Si bonds. The example illustrates that the addition of a 
hydrolysis catalyst, namely diphenylguanidine, in the master batch stage, results in 
a reduction in Mooney viscosity of the compound, compared to the addition of the 
catalyst in the final stage. The Mooney viscosity of the invention compound is 
compared with the Mooney viscosity of a compound employing an equivalent 
polymer having tin-coupled chains (without a hydrolyzable substituent) (TC-1, see 
Example 3). 
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To a 20 gallon reactor was added 13.82 kg of hexane, 19.72 kg of 
25.3 percent by weight butadiene in hexane, and 6.18 kg of 33 percent by weight 
styrene in hexane. The jacket temperature was set to 120°F, and when the batch 
reached 95°F, 108 g of 3 percent by weight n-butyl lithium in hexane and 4.0 ml of 
hexamethyleneimine (neat) were added. Immediately after this, 1.0 ml of 2-2'- 
di(tetrahydrofuryl) propane and 1 .8 ml of 1 5 percent by weight potassium /-amylate 
in hexane were added. After 44 minutes, 3.1 ml of cyclohexene oxide (neat) was 
added. After 5 minutes, 11 ml of 20 percent by weight silicon tetrachloride in 
hexane was added. After 35 minutes, 64 g of DBPC was added. The polymer was 
then steam desolventized. The properties of the polymer were: ML 1+4 = 5 1 ; M n = 
1 .49 x 1 0 5 ; and T g = -49. 1 . This polymer is designated "E-6" in the tables below. 

(b) Compounding of the Polymers to Form Invention and Comparison 
Vulcanizable Elastomeric Compounds 

The formulations for the compounding are presented in Table 9. 
Each rubber compound was prepared in four stages named master batch stage, first 
remill stage, second remill stage and final stage. The ingredients in the master batch 
stage were mixed in a 1 .36 kg Banbury mixer operating at 77 RPM and 90°C. The 
ingredients were added and the mixing continued. After 75 seconds, the rotor speed 
was increased to 1 1 6 RPM. When a temperature of 165°C was achieved, the batch 
was dropped. The time was then noted. 

The ingredients in the first remill stage were the master batch mixture, 
silica and Si-69 (50% on carbon black) to the mixer operating at 90°C and 77 RPM. 
After 75 seconds, the rotor speed was increased to 1 16 RPM. The remill material 
was removed from the mixer after a temperature of 150°C was achieved. 

The mixture obtained from the first remill stage was further mixed by 
adding the mixture resulting from the first remill stage to the mixer operating at 90°C 
and 77 RPM. After 75 seconds the rotor speed was increased to 1 16 RPM. The 
resulting material from the second remill stage was removed from the mixer after a 
temperature of 150°C was achieved. 

The final stage ingredients, i.e., the material from the second remill 
stage and the curatives, were mixed in the mixer operating at 70°C and 77 RPM. The 
final material was removed from the mixer after a temperature of 105°C was 
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achieved. The final products were then sheeted and cured at 165°C for 20 minutes 
in standard molds placed in a hot press. 



TABLE 9 
Compounding Ingredients 



10 



15 



20 



25 



30 



35 



Master Batch Stage 


nhr 


SBR Polymer 


50.0 


Natural Rubber 


20.0 


High cis polybutadiene 


10.0 


Solution SBR, 25% styrene, 27% oil 


27.5 


Antioxidant 


0.95 


Carbon Black 


30 


Silica 


17 


Oil + Wax 


17 


Diphenylguanidine 


0 or 0.5 


Total 


172.45 or 172.95 


First Remill Stage 


Master Batch Mixture 


172.45 or 182.95 


50% Si-69 on Carbon Black N330 


6.60 


Silica 


16.10 


Total 


195.15 or 195.65 


Second Remill Stage 




First Remill Mixture 


195.15 or 195.65 


Final Stage 


Second Remill Mixture 


195.15 or 195.65 


Zinc Oxide 


3.0 


Diphenylguanidine (DPG) 


0.5 orO 


Accelerators 


1.5 


Fatty Acid 


1.5 


Sulfur 


1.9 


Total 


203.55 
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TABLE 10 

Comparison of Invention and Comparative Polymers 

5 







1 


2 


6 


4 




TC-1 


50 


0 




LI 




P-Si(OR) 3 


0 


50 


o 


50 


10 


DPG 


Final 


Final 


Master 


Master 






Physical Test Results 








MONSANTO CURE 


@ 165°C 








Ml 


2.89 


3.39 


O 70 


o o\ 


15 


MH 


16.811 


16.92 


1fi OP. 


1 O.D I 




ts2 


2.60 


2.40 


0 R*i 


0"\ 




tc90 


10.16 


7.12 


7 23 


6 4<5 




tan 6 @ MH 


0.065 


0.08 


O OR? 


u.uu 




Total Mixing Time (sec) 


417 


386 


ODD 


o4U 




ML 1M (130°C) 


67.0 


81.2 


ll.O 


DU.D 




Scorch (T5 @ 130) 


15;42 


14;52 


lt>,<i£U 


4 Q. AO 
13, HO 






RING TENSILE <j 


§24°C 








50% Modulus, psi 


204 


204 


205 


155 




100% Modulus, psi 


389 


361 




077 




200%, Modulus, psi 


892 


835 


890 


617 




300% Modulus, psi 


1572 


1539 


1605 


1148 




Tensile strength, psi 


2398 


2893 


2581 


2785 


30 


% Elongation 


412 


476 


428 


538 




RING TENSILE @ 100°C 








50% Modulus, psi 


162 


167 


177 

1 / I 


1^1 




100% Modulus, psi 


315 


309 


340 


246 




200% Modulus, psi 


732 


712 


795 


551 




Tensile str., psi 


1141 


1453 


1439 


1148 


35 


% Elongation 


279 


337 


311 


337 




Lambourn @ 65%, g 


0.1065 


0.0908 


0.1044 


0.0654 




Lambourn @ 65%, 


1.00 


1.17 


1.02 


1.63 




Shore A, @ RT (peak) 


68.5 


68 


65.6 


59.9 




Shore A, @100°C 


63.4 


62.3 


61.6 


57 


40 


Pendulum Rebound 


42.4 


42.6 


42.2 


46.4 




Pendulum Rebound 


46.8 


47.4 


48.6 


52.2 




Tear Strength ppi 


176 


203 


200 


239 




Wet Stanley London 


58 


57 


54 


53 




RHEOMETRICS @ 3.14 rad/sec 








45 


tan 6 @ 7% E & 24°C 


0.206 


0.211 


0.201 


0.163 




G" (MPa) @ 7%E & 


0.615 


0.726 


0.599 


0.349 




A G' (MPa) @ 24°C 


3.630 


4.115 


3.400 


1.402 




G' (MPa) @14.5%E & 


2.411 


2.718 


2.439 


1.853 




tan 5 @ 7% E & 65°C 


0.143 


0.156 


0.143 


0.123 


50 


G"(MPa)@7%E& 


0.345 


0.393 


0.335 


0.210 




A G" (MPa) @ 65°C 


2.053 


2.319 


1.975 


0.873 




G" (MPa) @14.5%E & 


2.093 


2.160 


2.002 


1.540 
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As illustrated in Table 10, the Mooney viscosity (ML 1+4 )of the 
compound comprising the invention polymer containing the bulky alkoxide groups is 
significantly reduced during mixing, when the DPG catalyst is added to the master 
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batch (sample 4) compared with the addition of DPG in the final batch (sample 2). In 
contrast, there is no reduction in the Mooney viscosity of the compound comprising the 
tin-coupled polymer when DPG is added to the master batch (sample 3) compared with 
the addition in the final batch (sample 1). 

The low AG' of the invention compound (sample 6) indicates that, as the 
invention polymer uncouples, it acts as a shielding agent for the silica. (The AG' 
indicates the degree of flocculation or agglomeration of the silica.) This shielding of 
the silica, in turn, results in a lower tan 6, which is an indicator of reduced hysteresis. 
Thus, the use of a polymeric alkoxide compounds of the invention as the elastomeric 
component of the vulcanized elastomeric compounds show physical characteristics that 
result in better wear properties, rebound, and tear properties. All of these properties are 
achieved with a shorter compound mixing time. 

While the invention has been described herein with reference to the 
preferred embodiments, it is to be understood that it is not intended to limit the 
invention to the specific forms disclosed. On the contrary, it is intended to cover all 
modifications and alternative forms falling within the spirit and scope of the invention. 
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We claim: 



1. 



A polymeric alkoxide compound having the formula 

(PAO) n M +z P',.„ 



where P is a polymer chain; AO is an alkoxide group; P' is another 
polymer chain P or is an "R" group selected from the group consisting of alkyl 
groups having one to about 30 carbon atoms, aromatic groups having about 6 
to about 20 carbon atoms, and cycloalkyl groups having about 5 to about 20 
carbon atoms; M is a metal atom or a nonmetal atom, having an oxidation state 
"z" of greater than one, wherein the nonmetal atom is selected from the group 
consisting of atoms of phosphorus, boron, nitrogen and sulfur; and n is an 
integer having a value of from 1 to z. 

2. The compound of claim 1 , wherein the metal atom is selected from the group 
consisting of atoms of silicon, tin, titanium, aluminum, arsenic, copper, calcium 
and zinc, and wherein the polymeric alkoxide compound is produced by the 
process of reacting the living end of a polymer chain prepared by anionic 
polymerization with a monoalkyl metal initiator, after solution polymerization 
but while still in the presence of an inert solvent, with an alkoxide precursor 
compound selected from the group consisting of alkylene oxides and carbonyl 
compounds, and, subsequently, reacting the polymer chain with a coupling 
agent having the formula 



where M +z and R are the same as in claim 1, X is a halide, (z - m) 
represents an integer having a value of at least 2, and m is an integer having a 
value of zero to (z - 2). 



M +Z X ; 



R 



m 



3. 



The compound of claim 2, wherein the alkoxide precursor is an alkylene oxide 
having the formula 



O 

/ \ 




R 3 R 2 
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where R„ R 2 , R 3 and R4 are the same or different from each other, and 
are independently selected from the group consisting of hydrogen atoms, alkyls 
5 having one to about 30 carbon atoms, aromatics having about 6 to about 20 

carbon atoms, and cycloalkyls having about 5 to about 20 carbon atoms; and 
wherein the polymer chain having the living end is selected from the group 
consisting of homopolymers, copolymers and terpolymers of alkylene oxide 
monomers. 

10 

4. The compound of claim 1, wherein the polymeric alkoxide compound has an 
initial viscosity, and the viscosity of the polymer does not increase above the 
initial viscosity by more than about 50% over a time period of up to about two 
years in ambient conditions. 

15 

5. A method of making a polymeric alkoxide compound having the formula 

(PAO)„M +2 P' z . n 

where P is a polymer chain; AO is an alkoxide group; P' is another 
polymer chain P or is an "R" group selected from the group consisting of alkyl 
20 groups having one to about 30 carbon atoms, aromatic groups having about 6 

to about 20 carbon atoms, and cycloalkyl groups having about 5 to about 20 
carbon atoms; M +z is a metal atom or a nonmetal atom, having an oxidation 
state "z" of greater than one, wherein the nonmetal atom is selected from the 
group consisting of atoms of phosphorus, boron, nitrogen and sulfur; and n is 
25 an integer having a value of from 1 to z, 

comprising the steps of: 

providing a polymer chain prepared by anionic solution polymerization 
with a monoalkyl metal initiator and comprising a living end, 

reacting the living end of the polymer chain, after polymerization but 
30 while still in the presence of an inert solvent, with an alkoxide precursor 

compound selected from the group consisting of alkylene oxides and carbonyl 
compounds; 
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subsequently reacting the resulting polymer chain, while still in the 
presence of the inert solvent, with a coupling agent having the formula 

M +2 X z . m R m 

where M +z and R are the same as above, X is a halide; (z - m) represents 
an integer having a value of at least 2, and m is an integer having a value of zero 
to (z - 2). 

6. The method of claim 16, wherein the metal atom is selected from the group 
consisting of atoms of silicon, tin, titanium, aluminum, arsenic, copper, calcium 
and zinc; 

wherein the coupling agent is selected from the group consisting of silicon 
tetrachloride, alkyltrichlorosilane, dialkyldichlorosilane, silicon tetrabromide, 
alkyltribromosilane, dialkyldibromosilane, tin tetrachloride, alkyl tin trichloride, dialkyl 
tin dichloride, tin tetrabromide, alkyl tin tribromide, dialkyl tin dibromide, titanium 
tetrachloride, alkyl titanium trichloride, dialkyl titanium dichloride, titanium 
tetrabromide, alkyl titanium tribromide, dialkyl titanium dibromide, aluminum 
trichloride, alkyl aluminum dichloride, aluminum tribromide, alkyl aluminum 
dibromide, arsenic trichloride, alkyl arsenic dichloride, arsenic tribromide, alkyl arsenic 
dibromide, boron trichloride, alkyl boron dichloride, boron tribromide, alkyl boron 
dibromide, nitrogen trichloride, alkyl nitrogen dichloride, nitrogen tribromide, alkyl 
nitrogen dibromide, phosphorus trichloride, alkyl phosphorus dichloride, phosphorus 
tribromide, alkyl phosphorus dibromide, copper dichloride, copper dibromide, calcium 
dichloride, calcium dibromide, zinc dichloride, zinc dibromide, sulfur dichloride, and 
mixtures thereof; 

wherein the alkylene oxide group is derived from an alkoxide precursor having 
the formula 

O 

/ \ 

R4- <| ~ <p~Ri 
R3 R 2 

where R„ R 2 , R 3 and R, are the same or different from each other, and 
are independently selected from the group consisting of hydrogen atoms, alky Is 
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10 



20 



25 



30 



having one to about 30 carbon atoms, aromatics having about 6 to about 20 

carbon atoms, and cycloalkyls having about 5 to about 20 carbon atoms; 

wherein the alkoxide precursor is selected from the group consisting of ethylene 
oxide, propylene oxide, cyclohexene oxide, cyclopentene oxide and styrene oxide; 

wherein the carbonyl group is derived from an alkoxide precursor having the 
formula 

D- C -E 



where D and E are the same or different from each other, and wherein 
D and E may be bonded to each other to form a cyclic compound, and wherein 
D and E are independently selected from the group consisting of alkyls having 
15 one to about 30 carbon atoms, aromatics having about 6 to about 20 carbon 

atoms, dialkyl amino-substituted aromatics wherein each alkyl group has about 
one to about 30 carbon atoms, cycloalkyls having about 5 to about 20 carbon 
atoms, and dialkyl amino compounds wherein each alkyl group has about one 
to about 30 carbon atoms. 



7. The method of claim 5, wherein the alkoxide precursor is selected from the 
group consisting of tetramethyldiamino-benzophenone, l,3-dimethyl-2- 
imidazolidinone, 1 -alkyl substituted pyrrolidinones, 1-aryl substituted 
pyrrolidinones, and mixtures thereof. 

8. The method of claim 5, wherein the polymer chain is selected from the group 
consisting of polyisoprene, polystyrene, polybutadiene, butadiene-isoprene 
copolymer, butadiene-isoprene-styrene terpolymer, isoprene-styrene copolymer, 
and styrene-butadiene copolymer. 



9. A vulcanizable elastomeric compound comprising a polymeric alkoxide 
compound of any of Claims 1-4 or produced by any of the methods of Claims 
5-8; 

a reinforcing filler selected from the group consisting of silica, carbon black, 
35 and mixtures thereof; and 
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a cure agent comprising sulfur. 

10. A pneumatic tire comprising a component produced from a vulcanizable 
elastomeric compound of Claim 9. 

5 

11. A method for improving mixing efficiency during compounding of an elastomer 
with a reinforcing filler, comprising the steps of: 

providing a polymeric alkoxide compound having the formula 
(PAO) n M +z P z _ n 

1 0 where P is a polymer chain prepared by anionic solution polymerization 

with a monoalkyl metal initiator; AO is an alkoxide group; P' is another 
polymer chain P or is an "R" group selected from the group consisting of alkyl 
groups having one to about 30 carbon atoms, aromatic groups having about 6 
to about 20 carbon atoms, and cycloalkyl groups having about 5 to about 20 

1 5 carbon atoms; M +z is a metal atom or a nonmetal atom, having an oxidation 

state "z" of greater than one, wherein the nonmetal atom is selected from the 
group consisting of atoms of phosphorus, boron, nitrogen and sulfur; and n is 
an integer having a value of from 1 to z; 

mixing the polymeric alkoxide compound in a mixer with a reinforcing 

20 filler selected from the group consisting of silica, carbon black, and mixtures 

thereof; 

providing a source of moisture; 

heating the mixture to a temperature of about 60°C to about 200°C; 
wherein during the mixing step up to "n" O-M groups are hydrolyzed in 
25 the presence of the moisture and heat resulting in uncoupling of up to "n" 

polymer chains and a decrease in the viscosity of the mixture, and 

wherein the mixing time to achieve a desired mix energy is decreased 
in comparison to the mixing time of an equivalent vulcanizable elastomeric 
compound comprising the same polymer having an equivalent molecular weight 
30 and initial degree of coupling that does not contain either a hydrolyzable O-M 

group or a cleavable polymer chain carbon-M group. 
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12. The method of claim 40, wherein the polymeric alkoxide compound and the 
reinforcing filler are mixed at a temperature of about 165°C to about 200°C and 
the mixing step further comprises adding a strong basic catalyst to the mixer; 
and 

5 wherein the catalyst is a guanidine. 
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Nouveaux derives de .sulfures 1 de polycarbone , Teur preparation 
gf leurs' applications/ notamment en electrocfilimie 

5 L ' invention a pour objet de .nouveaux derives de sulfures 

de polycarbone, leur preparation et leurs applications, notamment 
en electrochimie. 

On a d€ja decrit dans la revue Carbon, volume 19, P. 175 
et suivantes, 1981 des complexes superficiels de carbone et de 

10 soufre mettant en oeuvre la possibility de creer des liaisons 

carbone soufre a la surface du carbone fonnant ainsi des carbones 
soufres superficiels. 

Etant donne cependant les temperatures elevees mises en 
oeuvre pour leur preparation, de l'ordre de 500 a 800°C, les 

15 chalnes de carbone sont reticulees, ce qui diminue le nombre de 
sites pouvant etre sulfures. A cet egard, 1* etude de ces produits 
confirme que leur teneur en soufre est au maximum de 40 %, done 
nettement inf erieure a la valeur theorique , entrainant une 
capacite moindre de ces composes par unite de masse. En outre, 

20 la mise en oeuvre de telles temperatures elevees conduit a des 
bilans energetiques def avorables . 

Ces materiaux renferment par ailleurs une proportion 
importante de thiolactones dont la reduction elect rochimique est 
dif f icilement reversible, ce qui limite les performances des 

25 generateurs comportant des electrodes elaborees a partir de ces 
materiaux tels que les generateurs du type Li-(CS^.) n - 

L ' etude de la sulfuration des chalnes de carbone par 
les inventeurs les a conduits a constater qu'il est possible de 
fixer du soufre a des temperatures nettement inferieures a celles 

30 utilisees jusqu'a present et de developper une famille de 
sulfures de polycarbone presentant une nouvelle structure. 

L 1 invention a pour but des derives sulfures qui se 
presentent sous une forme lineaire et non pas sous la forme de 
derives superficiels. 

35 Elle a egalement pour but de fournir un procede d'ob- 

tention de ces derives , exploitable industriellement en raison 
de son cout modere et de sa mise en oeuvre ais§e, a. temperature 
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plus faifale que dans Les techniques anterieures . 

Elle a egalement pour but les applications electro- 
chimiques de ces derives et, en particulier, leur utilisation 
pour 1 ' elaboration d * electrodes/ notamment pour genera teurs 
electrochimiques primaires ou secandaires-. 

Les derives de 1* invention sont caract€rises en ce 
qu'il s'agit de sulfures de polycarbone comprenant des motifs 
de formule : 

I: (R CS 1 
x m n 

dans laquelle : 

- R represente K, un metal alcalin, notamment Li, Ka, K, un 
element de transition tel que Ag, Zn, Cu, Co ou analogue ? 

- x correspond au taux d' insertion de R dans la structure 
carbone-soufre , et presente une valeur de 0 a m/valence du 
metal (ces valeur s etant incluses-} ; 

- m represente le taux de substitution en soufre avec CKm^l, 
et 

- n represente le nombre de motifs presents dans la chaine 
polymere carbonee. 

L' etude des derives ci-dessus montre qu'ils possedent 
en analyse IR, un pic d' absorption vers 1630 cm"" 1 , ce qui 
correspond a. une valeur caracteristique des systemes conjugues. 

Cette observation conduit a proposer une structure 
conjuguee de type : 



30 



f f 



C C 

\ / 

s-s 



c 

I 

SR 



c 

I 

SR 



n 



35 



Lorsque x est different de 0, les composes de 
1 ' invention comprennent 1 * Slement R insere dans la structure 
ci-dessus qui joue alors le role de structure d'accueil. 

Des valeurs preferees de x sont superieures a. Q.,5 et 
varient jusqu'a la stoichiometric du produit. 

( - OMPI h \ 

wipo *y) 



WO 85/01293 " PCT/FR84/00202 

3 

D'une maniere avantageuse, cette insertion est 
reversible et les elements' R inseres peuvent etre liberes sans 
alteration sensible de la structure de la chaine polymere. 

Dans une famille preferee de l 1 invention, les elements 
5 inseres sont constitues- par des metaux alcalins, de preference 
Li et Na en raison de leur capacite a diffuser rapidement en 
phase solide et de leur faible masse equivalents. 

Dans une autre famille preferee,' R represente un 
metal de transition tel que Ag, Cu, £n, Co et analogues. D'une 

10 maniere avantageuse, ces elements peuvent etre en effet retenus 
dans la structure hote carhone-soufre des composes de l'invention 
ce qui permet, par exeraple, d'effectuer des recuperations de 
metaux de transition a partir de solutions diluees, en parti - 
culier dans les effluents industriels. 

15 L'invention vise egalement les sulfures de polycarbone 

ne comportant pas d' elements inseres et cons-tituant done, selon 
un aspect de grand interet, des materiaux de depart pour 
inserer divers elements. 

Selon une variante de l'invention, les sulfures de 

20 polycarbone contiennent en outre des motifs de polyacetylene 
et se presentent alors sous' la forme d'un copolymere de sulfure 
de polycarbone, tel que represents par la formule I et d'un 
polyacetylene, ledit copolymere etant represents par la 
formule II : 

25 [CH) P (R Sc CS m )l-p] n 

formule dans laquelle R, x, m ont les memes significations que 
dans la formule I ; 0«Cp^"l et n represente le nombre de motifs 
dans la chaine. 

Les nouveaux derives selon 1 ' invention peuvent etre 
30 representes par la formule developpee III suivante : 

H H S S S 



C C -_C C C 

/v/\/ v/\/\ 



35 C c c c c 



i 1 I 

H H S 



R R 



OMPI 
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La formula 'HI montre hien q.ue I'on a, un produi.t du 
type copolymere. 

L 1 element insere R peut etre avantageusement un 
metal alcalin, par ex'emple le lithium ou la sodium, mais il 
5 peut etre aussi un element de transition cho'isi parmi 1' argent , 
le cuivre, le zinc et le cobalt. 

De plus, 1' invention vise un procede de preparation 
des derives de sulfures de polycarbone definis ci-dessus. 

Selon ce procede, on fait reagir du soufre, ou un 
10 derive capable de liberer du soufre, avec un polycarbone reduit. 

II s'agit d'un polycarbone tel que obtenus apres 
reduction d'un polycarbone halogene tel que le polytetraf luo- 
roethylene ou PTFE sous 1' action d'un metal alcalin. 

On considere que cette reaction de reduction conduit 
15 a un polycarbone reduit forme de chaines de carbone lineaire. 
Ces chaines comprennent des motifs de structure ~CM z ~ dans 
laquelle : 

- M represente un metal alcalin , et 

- z le taux de 1' insertion du metal alcalin sur la chaine 
2Q carbonee, 

Pour obtenir un taux de substitution Sieve en soufre 
et atteindre, si souhaite, la stoechiometrie limite, on utilise 
une quantite appropriee de soufre et on effectue avantageuse- 
ment la reaction d' addition a temperature elevee, dans des 

25 conditions permettant toutefois de ne pas alterer les : liaisons 
carbone- soufre formees et de ne pas en trainer de reticulation ■ 
des chaines du polymere de depart. Des temperatures allant 
jusqu'a environ 350°C, de preference de l'ordre de 150 a 200°C 
conviennent pour realiser la sulfuration souhaitee. 

30. Selon une disposition preferee de 1' invention, la 

reaction de sulfuration est realisee en presence d'un catalyseur 
de sulfuration. 

Un taux de substitution plus faible en soufre des 
chaines de polycarbone est obtenu en operant a. des temperatures 

35 inferieures a environ 12Q°C, eventuellement en 1' absence de 
catalyseur. 

Selon un mode prefere de realisation de 1' invention, 
on obtient des chaines de polycarbone a. forte teneur en soufre, 
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pouvant depasser 70. '%. en paids de soufre, . en soumettant le 
polymere reduit taut d'aboxd a. une etape de reoxydation sous 
1' action d'une quantite de soufre inferieure 5 la stoechio- 
metrie en operant a. une temperature voisine de 1 ' ambiante , 
5 puis en traitant le produit resultant avec une quantite 
appropriee de soufre, a. temperature elevee comme indique 
ci-dessus. 

Ainsi, pour preparer un derive de sulfures de poly- 
carbone renfermant du soufre pratiquement en quantite stoechio- 
10 metrique, on procedera avantageusement contme suit. 

Comme polycarbone de depart, on met en oeuvre un 
polymere reduit comprenant des motifs de structure -CM - tels 
que indiques ci-dessus. Ce polymere est avantageusement obtenu 
par reaction d'un agent reducteur, plus specialement d'un metal 
15 alcalin M ou d'un derive capable de liberer M dans les condi- 
tions de la reaction, sur un carbone polymere halogene, c'est- 
a-dire forme de chaines lineaires de carbone substitutes par 
des halogenes . 

Ces halogenes sont de preferences choisis parmi le 
20 fluor et le chlore. 

Des polymeres preferes comprennent le polychloro- 
trif luoroethylene et plus specialement le PTFE. 

Le metal alcalin est constitue de preference par du 
lithium, du potassium ou du sodium. 
25 La reaction de reduction est realisee de preference 

a temperature ambiante ou a une temperature voisine de 1 'ambiante 
et en milieu solvant organique. 

Des solvants organiques appropries correspondent a 
des milieux fortement donneurs et comprennent le tetrahydro- 
3Q furanne (THF) , le dimethylformamide (DMF) , le tetramethyl- 
ethylene diamine (TMDA) , ses homologues et/ou les melanges de 
TMDA, ou de ses homologues, avec des solvants de type aromatique 
tel que le benzene ou le toluene. 

Selon une disposition avantageuse de 1' invention, le 
35 milieu reactionnel. renferme une quantite catalytique de compose 
polyaromatique . 

De nombreux composes polyaromatiques peuvent etre 
reduits reversiblement par les metaux alcalins. en milieu 
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fortement donneur. 

A titre d'exemples, on citera : le naphtalene, le 
triphenylene, le phenanthrene , le benz (a) pyrene, le pyrene, 
le benz (a) anthracene, le S-lG-dimethylanthxacene, I'anthra- 
5 cene, le benz (e)' pyrene, 1 'acenaphtylene, le f luoranthene , 
le perylene. 

L' utilisation d'un compose polyaromatique comme 
intermediaire de reaction pennet notamment d'effectuer la 
reaction de reduction a. potentiel constant et d'en contrSler 
10 1 ' achevement, la solution reactionnelle renfermant ce compose 
se decolorant apres consommation du metal alcalin. 

Ainsi, la reduction, par exemple du naphtalene et 
solution dans le THF par le lithium donne naissance a un radical 
anion de couleur verte ,- celle de la benzophenone par des 
15 quantites croissantes de lithium conduit success ivement au 
radical anion (bleu) puis au di-anion (rouge) . 

Le taux d* insertion, z , dans les motifs de structure 
-(CM )- est fonction de la quantite de metal alcalin introduite 
et du couple redox utilise. 
2Q La quantite de metal alcalin doit permettre au moins 

d'atteindre la stoichiometric desiree. 

On utilise generalement un exces pour atteindre la 
stoechiometrie limite. 

Le compose polyaromatique est avantageusement mis en 
25 oeuvre a raison de 0,1 a. 50 % molaire de .preference de l'ordre 
de 1 a 10 % molaire par motif polymere. 

Par exemple, la reduction de PTFE par le naphtalene- 
lithium en exces conduit a un taux d* insertion limite de 
I'ordre de 25 %. 
30 On considere que la reaction de reduction conduit a 

une duplication des chaines de carbone avec arrangement des 
atomes de carbone sous forme de cycles aromatiques. 

Le polymere reduit obtenu est ensuite soumis a 
1' action du soufre, ou d'un derive capable de liberer le 
35 soufre, tels les polysulfures organiques ou alcalins ou encore 
des halogenures de soufre. 

Cette etape d'oxydation est egalement realisee a. 
temperature ambiante et conduit a. une fixation de I'ordre de 
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10 a 25 % en poids de soufre environ. 

Pour obterLir une sulfuration plus- poussee, on 
soumet le polymere oxyde 3. I'action d'un agent de sulfuration 
tel que indique ci-dessus-, en operant a. temperature plus elevee, 
5 avantageusement de l'ordre de 150 a 2Q.0°C. 

La reaction de sulfuration a. temperature elevee est 
avantageusement realisee en presence d'un catalyseur, plus 
specialement d'un catalyseur de vulcanisation tel que le disul- 
fure de dimethyl (ou diethyl) thiuram ou le ditfriocarbamate de 
10 zinc et d'une maniere generale tous les composes facilitant la 
reaction de liaisons carbone-souf re . 

Apres la sulfuration, il est avantageux d'eliminer 
par lavage les sous-produits formes. Ces sous-produits sont 
essentiellement constitues par des halogenures de me taux alcalins 
15 formes lors de la reduction de polymere halogene. 

On peut, en outre, utiliser un agent permettant de 
complexer des sous-produits et/ou le metal alcalin en exc&s. 

Les produits sulfures ainsi purifies sont sech.es 
sous vide a- des temperatures de l'ordre de 200°C environ. 
20 Selon une variante du procSde de 1' invention, on 

realise 1' insertion de R dans la structure du sulfure de poly- 
carbone par voie electrochimique. Cette operation est realisee 
selon les techniques classiques. 

Dans une autre variante, le sulfure de polycarbone 
25 est mis en presence a la fois de l'ion considere qu'on desire 
inserer et d'un reducteur approprie permettant de reduire la 
structure du polycarbone et ce dans des conditions permettant 
de realiser 1 ' insertion desiree dans le compose carbone-souf re . 
Parmi les agents reducteurs qui conviennent, on 
3Q citera l'hydrogene, le borohydrure de potassium, le diphenyl- 
sodium. 

Selon un autre mode de realisation, les sulfures de 
polycarbone peuvent' etre obtenus par broyage d'un polymere 
fluore en presence d'un metal alcalin ou d'un element de 
35 transition dans un liquide inerte, puis a effectuer le sulfu- 
ration du produit obtenu par reaction avec du soufre ou un 
derive capable de liberer du soufre. 

Selon des modes de realisation preferes,- le polymere 
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utilise est un poly (tetrafluo r oe thy lene) pu un polyCtrif luoro- 
chloroethylene) . 

La sulfuration peut s r effectuer a. temperature 
ambiante et permet d'obtenir une fixation de soufre de l'ordre 

5 de 1Q a 25 % (en poids par rapport au poids des motifs sulfures) . 

De maniere a obtenir une meilleure fixation de 
soufre, on peut effectuer la sulfuration a temperature plus 
elevee, de l'ordre de 150 a\ 200°C en presence d'un agent sul- 
fur ant, par exemple un polysulfure organique, ion polysulfure 

10 alcalin ou encore un halogenure de soufre. Dans ces cas de 

sulfuration a haute temperature, on pourra prevoir un catalyseur 
de vulcanisation usuel. 

lies copolymeres de sulfure de polycarbone et de 
polyacethlene represented par la formule rr peuvent etre obtenus 

15 directement par sulfuration d r un polyacetylene ou de ses precur- 
seurs par le soufre ou ses derives. 

Par exemple, on pourra partir de polychlorure de 
vinyle et effectuer la sulfuration a temperature ambiante ou 
encore a temperature plus elevee de l'ordre de 200 a 30Q°C en 

20 presence de chlorure de soufre. 

Les produits selon 1' invention, qu'ils se presentent 
sous la forme de la formule I ou de la formule II, peuvent se 
presenter avec une teneur tres importante de soufre. Pour cela, 
il suffit d' effectuer une etape supplementaire de sulfuration 

25 par un halogenure de soufre, ou par du soufre natif . On peut 
alors obtenir des produits dans lesquels x = O. 

Les derives de 1* invention , en raison , notamment de 
leur conductivity glevee, sont avantageusement utilisables 
comme materiaux d 1 electrodes . 

30 D'une maniere avantageuse, les derives de 1' inven- 

tion presentent, comme deja indique, un taux de substitution 
eleve en soufre ainsi qu'une masse equivalente extremement faible. 

En raison , en outre, de leur conductivity elevee, 
ces derives, aussi bien les structures notes que les composes 

35 d 1 insertion, sont avantageusement utilisables dans des gene- 
rateurs electrochimiques primaires et secondaires comportant 
des anodes contenant des me taux alcalins de type Ha ou Li. 
Compte-tenu de leurs qualites, ces materiaux conduisent a des 
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performances plus eLeveas que celles obtenues avac leg produits 
car bane— sou f re connus jusqu' 3: present. 

En particulier 7 il est possible,, en utilisant des 
Hants de type polymere, de construire des- electrodes utili- 
5 sables en milieu aqueux pour la recuperation selective de 

metaux de transition, par exemple, dans les ef fluents industrials. 

Les exemples qui suivent illustrent des modes- de 
realisation du procede de 1' invention. 
EXEMPLE 1 : 

IQ Preparation de sulfures. de polycarbone (R^C S n^ n 

dans lesquels R = K et Li et m = .0,10. 

2,0X0 g (20,lOmM) de PTFE sont mis en suspension dans du THF 
et reduits par du lithium (636 mg soit 9lmM) en presence de 
186 mg de naphtalene. La reaction dure environ une semaine. 
15 On ajoute ensuite 184 mg (5,8mM) de soufre, et apres 

filtration, on effectue un ringage des produits solides a 
l'aide de THF, puis d "acetonitrile. Afin de complexer le 
fluorure de lithium contenu dans le produit soufre, on ajoute 
13,5 cm3 d'etherate de trifluo'rure de bore BF-j ,0 (C 2 H.^) 2 . 
2Q Les produits solides sont ensuite rinces S. 1 'acetonitrile et 
seches sous vide a 200°C. 
Composition : 

C : 55,48 % ; H : 2,26 % ; S : 15,44 % ; 

F : 17,15 % 

25 Li : 1,02 % ; B : 2,55 % (total : 93,80'%). 

L'exces d'etherate de trifluorure de bore peut etre elimine 
par lavage a. I'eau. 
EXEMPLE 2 : 

Preparation de sulfures de polycarbone (R C S ) ) 

x m n 

30 dans lesquels R = H, x = 0,055 et ffl = 0,035 ou R =H, x = 0,074 
et m = 0,08. 

2,100 g (21 mM) de PTFE sont mis en suspension dans du THF 
et reduits par 3,656 g (93,7 mM) de potassium en presence de 
363 g de naphtalene et d'un complexant selectif du potassium, 
35 le dicyclohexyl-18-crown 6 (626 mg) . La reaction dure environ 
15 jours. 1,616 g (50,5 mM) de soufre sont ajoutes a la sus- 
pension ; les produits solides sont ensuite filtres, laves 
au THF puis a 1 'acetonitrile et seches. 
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Une aliquate d.u produi.t precedent- (3,15 <j) est 
melang.ee a 725 nig. .de soufre et portee a 17Q°C dans, un recipient 
hermetique. Apres reaction (15&.) , ce produit est rince a l'eau 
distillee puis traite sous vide a. 2Q0°C. 
5 Composition : 

C : 44,93 % ; E : 2,05 %' ; S : 42, S3 % ; 
K : 2,74 .% 7 F 3,26 % (total : 95,64 %) 
IR t 293G - 2850 - 1630 - 1450 - 1360 - 1240 - 114Q - 1090 - 
105Q - 290 - 6"20. 

1Q Une autre aliquate (3,00 g) est lavee a. l'eau 

distillee, puis a 1" acetone et traitee sous, vide a. 2QQ°C. 
Composition : 

C : 6Q, 66 % ; K : 3,76 % ; S : 13,03 % ; 

F : 6,26 % ; K : 2,95 % (total : 85,66: %) . 

15 EXEMPLE 3 : 

Preparation de polysulfure de carnone dans lesquelles 
R = ft, x = Q,19 et m = 0,89. 

1,010 g (10,1 mM) de PTFE en suspension dans du THF sont 
reduits par 1,652 g (42,4 mM) de potassium en presence de 

20 200 mg de naphtalene. Apres reaction (15 jours) , 711 mg 

(22,2 mM) de soufre et de disulfure de dimethyl thiuram sont 
ajoutes a la solution. Apres plusieurs jours de reaction, les 
produits solides sont separes, melanges a. 646 mg de soufre 
(20,2 mM) et portes durant 15 h a 200°C dans un recipient 

25 hermetique . 

Les produits obtenus sont rinces a l'eau distillee puis a 
l'acetone et traites sous vide a. 200°C. 
Composition : 

C : 27,61 % ; H : 0,44 % K : 1,04 % 
30 F : 5,27 % S : 64,70 % (total 99,06 %) . 

IR : 3400-3100 (?)-2900 (?) - 2320-1640-1500-134Q cm -1 . 
EXEMPLE 4 r 

Etude du comportement electrochimique du polymere 
de 1' example 3. 

35 Qn utilise la cellule a electrolyte sollde suivante 

- Li/(POE) & , LiC10 4 /€H Q;13 CS a#8g ) n 

POE representant un motif poly(oxyde d 1 ethylene) . 

OMPI 

wifo 
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On opere a 85°C. 

Comrtie le montre la courbe representee sur la figure 
unique on obtient en voltametrie cyclique une courbe parfai- 
tement stable au cours de cycles successifs. 
5 La tension d' abandon du systeme (2,33 V) est tres 

voisine de la tension e(i=0) observee au balayage retour 
(produit reoxyde) . Cette tension est legerement inferieure a 
celle du couple Li^S^S : 

e = 2,48- V (vsLi/li + ) 

10 EXEMPLE 5 : 

Utilisation du materiau de l'exemple 3 pour recuperer 
Ag - 0,5 g du materiau prepare selon l'exemple 3 est melange 
avec 0,2 ml d'une suspension de PTFE pour constituer une 
Electrode par pressage sur une grille d'acier inoxydable. Un 

15 courant de 10 mA est impose entre cette electrode et une 
contre-electrode de graphite immergee dans une solution 
10~ 3 M d'Ag + . Ce courant est impose pendant I5h. La concentration 
residuelle d'Ag + dans la solution est alors inferieure a 
10"^ moles/litre. 

20 EXEMPLE 6 : 

Elaboration d'un derive du type R CS , 2 g de poly- 

III 

trif luoroehloxoethylene PTFCE et 0,53 g de lithium sont broyes 
en presence de 20 cc d'hexane dans un broyeur a billes pendant 
45 mm. Le produit de reaction, filtre et seche sous argon est 
25 melange a 1,1 g de soufre puis chauffe en ampoule scellee a 
250 °C. Le produit final est lave a l'eau pour eliminer les 
sels alcalins. Le produit obtenu repond a la formule suivante : 

CS 0,98 H 0,009 



3Q 



EXEMPLE 7 : 

Elaboration d'un copolymere de formule II par sulfu- 
ration de poly (acetylene) , 1 g de polyacetylene est traite 
a 220°C par 1,3 g de vapeur de monochlorure de soufre. Le 
produit obtenu correspond a la formule : 

35 ((C ^Q,76 CS Q,24 ) n K 
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HEVENDICAnONS 

1- Derives de sulfures de polycarbone, caracterises en ce 
qu'ils comprennerit des motifs de formule : 

r : ( R CS ) 
^ x m ix 

dans laquelle : 

- R represente H:, un metal alcalin, notamment Li, Na, K, 

un element de transition tel que Ag, Zn, Cu, Co ou analogue 

- x correspond au taux d r insertion de R dans la structure 
10- carbone-souf re, et presente une valeur de 0 a m/valence du 

metal (ces valeurs- etant incluses) ; 

- m represente le taux de substitution en soufre avec 
0<m^l, et 

- n represente le nombre de motifs presents dans la chaine 
15 polymere carbonee. 

2- Derives selon la revindication 1 , caracterises en ce que R 
represente un metal alcalin tel que Li ou Na. 

3- Derives selon la revendication 1 , caracterises en ce que R 
represente un metal de transition tel que A.q , Cu, Zn, Co ou 

20 analogue. 

4- Derives selon la revendication 1, caracterises en ce que 
x = O. 

5- Procede de preparation de derives selon I'une quelccnque des 
revendications precedentes , caracterise en ce qu'on fait 

25 reagir du soufre, ou un derive capable de liberer du soufre, 
avec un polycarbone reduit forme de chaines de carbone line- 
aire comprenant des motifs de structure -{CM ) - dans laquelle 
M represente un metal alcalin et" z le taux d 1 insertion du 
metal alcalin sur la chaine carbonee. 

30. S- Procede selon la revendication 5, caracterise en ce qu'on 

utilise un exces de soufre par rapport a la stoechiometrie et 
qu'on effectue la reaction a des temperatures allant jusqu'a 
environ 350 °C, de preference de l'ordre de 150 a. 2Q0°C, et 
en presence d'un catalyseur. 

35 7- Procede selon la revendication 5, ca.ra.cter is e en ce qu'on 

opere a. des temperatures inferieures a. environ 12Q.°C / even- 
tuellement en 1 'absence de catalyseur. 
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■ Precede selon la r/avendication 5 , caracterise en ce ' qu * on 
sountet tout d'ahord le polymere reduit a une Stape de 
reoxydation sous 1' action d'une quantite de soufre infe- 
rieure a la stoechljometrie., en operant a. une temperature 
voisine de l'amhiante, puis qu'on traite le produit resultant 
avec du soufre a. une temperature plus ©levee pouvant aller 
jusqu'a 35a°C, de preference de 150 a 2Q0°C. 
Electrodes utilisables dans des generateurs electrochimiques 
primaires ou secondaires, caracterisees en ce qu'elles 
comprennent un derive de sulfure de polycarbone selon 1 ■ une 
quelcanque des revendications 1 1. 4 et un liant, par exemple 
de type polymere. 

Application des electrodes, selon la revendication 9, 
elaborees a partir d'un derive de sulfure de polycarbone 
dans lequel x = 0, pour la recuperation selective de metaux 
de transition, en particulier, dans les effluents industriels. 
Derives sulfures de carbone lineaire, caracterises en ce 
qu'ils se prSsentent sous la forme d'un copolymere de poly- 
acgtylene et d'un sulfure de polycarbone lineaire substitue 
represents par la formule (T) : 

I : (R CS ) 
x m n 

dans laquelle : 

- R represente K, un metal alcalin ou un element de transi- 
tion 

- x represente le taux d 1 insertion de R dans la structure 
du polycarbone lineaire et est compris entre 0 et 
m/valence du metal, ces valeurs etant incluses; 

- m represente le taux de substitution en soufre et est 
compris entre 0 et 1 avec 0<m^l, se presentant sous la 
formule II 

II : (CH)(R CSjl-pl 
p x m n 

formule dans laquelle R, x, m, ont la. meme signification 
que dans la formule I, p est compris entre Q -non inclus- 
et 1, et 

- n represente le nombre de motifs dans la cfialne. 
Derives selon la revendication .11, caracterises en ce que R 
est un metal alcalin choisi parmi le lithium et le sodium . 
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Procede de preparation de derives sulfures de carbone 
lineaire represerit.es par la formule XI :'* 



dans laquelle ; 
— r represente K, un metal alcalin ou un element de transi- 



-x represente le taux d' insertion de R dans la. structure 
du polycarbone lineaire et est compris entre Q m/valence 
du metal, ces valeur etant incluses ; 

-m represente le taux de substitution en soufre et est 
compris entre 0 et I, avec 0<.m^l 

-£ est compris entre 0 -non inclus- et 1 

-n represente le nombre de motifs dans la chaine, caracte- 
rise en ce qu'il comporte une etape de sulfuration, par 
le soufre ou un de ses derives, d'un poly acetylene ou de 
ses precurseurs. 
Procede de preparation de derives sulfures de carbone 
lineaire representes par la formule I : ( R x cs m 3 n ' caracte- 
rise en ce qu'il comporte une etape de broyage d'un 
polymere fluore en presence d'un metal alcalin ou d'un 
element de transition dans un liquide inerte. 
Procede selon la revendication 14, caracterise en ce qu'il 
comporte une etape de sulfuration du produit ob'tenu par 
reaction avec du soufre ou un derive capable de liberer 
du soufre. 
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